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APPELLANTS' BRIEF ON APPEAL 

I. INTRODUCTION 

Appellants, through their attorney, hereby submit this Brief on Appeal pursuant to 37 
CFR §41.37 in response to the decision of the Examiner mailed October 7, 2003, finally rejecting 
claims 45-51, 53-75, 77, 80, 81, 83, 84, 86, 88, 89, 92, 93, 86-107 and 109-180. 

II. REAL PARTY IN INTEREST 

The real party in interest in the above-identified appeal who has been assigned the entire 
right, title and interest in the above-identified application is Fullerene International Corporation 
located at 9 East Loockerman Street, Dover Delaware 

III. STATEMENT OF RELATED PROSECUTION 

Copending Application having U.S. Serial No. 08/486,669 filed on June 7, 1995 is also 
on appeal. The '669 application is a continuation of U.S. Serial No. 236,933 filed on May 2, 
1994, which is a continuation of U.S. Serial No. 855,959, filed on March 23, 1992, which is a 
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continuation of U.S. Serial No. 781,549 filed on October 22, 1991, which is a divisional of U.S. 
Serial No. 508,246, filed on September 10, 1990, which is a CIP of USSN 575,254 filed on 
August 30, 1990. 

In addition, copending application having U.S. Serial No. 08/236,933 filed on May 2, 
1994 is also on appeal. The '933 application is a continuation of U.S. Serial No. 07/855,959, 
filed on March 23, 1992, which is a continuation of U.S. Serial No. 07/781,549, filed on October 
22, 1991, which is a divisional of U.S. Serial No. 07/508,246, filed September 10, 1990, which is 
a continuation-in-part of USSN 575,254 filed on August 30, 1990. 

In addition, the present application, which was filed on September 10, 1990 was involved 
in Interference No. 103,201 in which priority was awarded to applicants Huffman and 
Kratschmer. A copy of the Decision is annexed in Appendix A to this Appeal Brief. 

IV. STATEMENT OF SUPPORTING EDIVENCE 

Evidence in support of this appeal is identified hereinbelow: 

1 . A Declaration of Raouf O. Loutfy, dated July 16, 2002, consisting of nine pages 
and two exhibits. 

2. A Declaration of Harold W. Kroto under 37 CFR §1.132 dated July 27, 1 995 
consisting of six pages and seven exhibits ("Kroto I") 

3. A Declaration of Harold W. Kroto under 37 CFR §1.132 dated June 9, 1995 
having Serial No. 08/236,933, consisting of seven pages and six exhibits ("Kroto 
II') 

4. A Supplemental Declaration of Harold W. Kroto under 37 CFR §1.132 dated 
November 16, 1999, having Serial No. 08/236,933 consisting of fourteen pages 
and six exhibits 

5. An article entitled "Materials Science Abounds at the 1993 MRS Fall Meeting" in 
MRS Bulletin, page 54, March 1994 
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and Xerox copy of the Material Research Award 

6. Certificate of the European Physical Society and accompanying article in Europhy. 
News 25, 1994. 

7. Nobel Prize in Chemistry Award. 

8. Article by Kratschmser, et al. in Nature, 1990. 

These were all made of record at various times during the prosecution of the above- 
identified application. However, they were all listed and made of record with the Response 
dated July 17, 2002. Items 2, 5, 6, and 7 were also made of record in the interference. Copies 
are attached in Appendix B to the Appeal Brief. 

V. STATEMENTS OF CLAIMS STATUS AND APPEALED CLAIMS 

A. Statement of Claims 

Claims 1-52 are cancelled. 

Claims 53-72 are rejected under 35 USC §112, first paragraph, and 35 USC §§ 
101 and 102/103. 

Claim 73 is rejected under 35 USC §101 and 102/103. 
Claim 74 is cancelled. 

Claim 75 is rejected under 35 USC §101 and 102/103. 
Claims 76-79 are cancelled. 

Claims 80 and 81 are rejected under 35 USC §§101 and 102/103. 

Claims 82 -83 are cancelled. 

Claim 84 is rejected under 35 USC §102/103. 

Claim 85 is allowed. 

Claim 86 is rejected under 35 USC §112, first paragraph, 101 and 102/103. 

Claims 87-88 are cancelled. 

Claim 89 is rejected under 35 USC §102/103. 

Claim 90 is allowed. 

Claim 91 is cancelled. 

Claims 92-93 are rejected under 35 USC §101, and 102/103. 
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Claim 94 is allowed. 
Claim 95 is allowed. 

Claim 96 is rejected under 35 USC §112, first paragraph, 101, and 102/103. 
Claims 97-101 are cancelled. 

Claims 102-107 are rejected under 35 USC §112, first paragraph, 101 and 
102/103. 

Claims 108-1 10 are cancelled. 

Claims 1 11-114 are rejected under 35 USC §112, first paragraph, 101 and 
102/103. 

Claims 1 1 5-1 1 8 are cancelled. 

Claim 1 19 is rejected under 35 USC §112, first paragraph, 101 and 102/103. 
Claims 120-121 are cancelled. 

Claims 122-132 are rejected under 35 USC §112, first paragraph, 101 and 
102/103. 

Claims 133-140 are cancelled. 

Claims 141-152 are rejected under 35 USC §112, first paragraph, 101 and 
102/103. 

Claim 153 is rejected under 35 USC §101 and 102/103. 

Claims 154 and 155 are rejected under 35 USC §112, first paragraph, 102/103 and 
101. 

Claim 156 is rejected under 35 USC §112, first and second paragraphs, 101 and 
102/103. 

Claim 157 is rejected under 35 USC § 1 12, first paragraph, 101 and 102/103. 
Claims 158-161 are cancelled. 

Claim 162 is rejected under 35 USC §112, first paragraph, 101 and 102/103. 
Claims 163-164 are cancelled. 

Claims 165-170 are rejected under 35 USC §112, first paragraph, 101 and 
102/103. 

Claims 171-180 are cancelled. 
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B. Appealed Claims 



Claims 53-73, 75, 80, 81, 86, 89, 90, 92, 93, 96, 102-107, 111-114, 119, 122, 123, 
124-132, 141-157, 162, 165, 166, 167, 168, 169 and 170 are hereby appealed. 

A clean copy of the claims pending is attached hereto in Exhibit C. Exhibit CI 
recites the claims as they were on file as of July 1 7, 2002, prior to any Amendment filed after 
issuance of a Final Rejection, which subsequent Amendments were not entered, but excludes the 
claims that have been cancelled subsequent thereto. The cancelled claims are not being 
appealed. It is respectfully submitted that the cancellation of claims since July 17, 2002 does not 
imply in any way a concession by Appellants of the issues raised by the United States Patent and 
Trademark Office regarding those claims. Those claims have been cancelled without prejudice. 
Exhibits C2 lists the claims as amended in accordance with the Amendment filed 
contemporaneously herewith, which Applicants respectfully request be entered. It is those 
claims, as recited in Exhibit C2, which Appellants respectfully request be on appeal. 

VI. STATEMENT OF AMENDMENT STATUS 

An Amendment after Final Rejection dated May 19, 2004 was filed but was not entered. 
A second Amendment dated November 11, 2004, canceling claims 45-51, 74, 77, 83, 97-101, 
109, 110, 115-118, 120, 121, 133-140, 158, 161, 163, 164 and 171-180, which simplified the 
issues on appeal, and made minor amendments to two additional claims, namely claims 72 and 
1 56, was recently filed. In an Advisory Action mailed February 2, 2005, the United States Patent 
and Trademark Office has indicated that the claims have been broadened and that the 
Amendment will not be entered. Contemporaneously with this filing, an additional Amendment 
is being submitted. It is Appellants' intention to cancel the claims identified in the 
accompanying Amendment and to not broaden the scope of the remaining claims. Since this 
Amendment is being filed contemporaneously herewith, the United States Patent and Trademark 
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Office it has not acted thereon. Since it simplifies the issues, entry and consideration thereof is 
respectfully requested. 

VII. SUMMARY OF CLAIMED SUBJECT MATTER ON APPEAL 

The following is a summary of the subject matter defined in each of the independent 

claims: 

Claim 53 is a product by process claim directed to make macroscopic amounts of 
C6o. More specifically, it is directed to a solid carbon product prepared by the process 
comprising: 

(a) vaporizing a carbon source in the presence of an inert quenching gas under 
conditions effective to provide a sooty carbon product comprising C6o molecules; 

(b) depositing the sooty carbon product on a collecting substrate; 

(c) removing the sooty carbon product form the collecting substrate; 

(d) contacting the sooty carbon product with a non-polar organic solvent effective 
to dissolve C6o molecules, said solvent being present in an amount effective to dissolve the C6o 
molecules in said sooty carbon product; and 

(e) recovering from said resulting product formed when the sooty carbon product 
was contacted with said solvent a solid carbon product comprising C60 in a macroscopic amount. 

Claim 73 is directed to a formed or molded product and comprising crystalline 

C60. 

Claim 75 is directed to free flowing particulate comprised of crystalline C6o- 
Claim 80 is directed to a formed or molded product comprising solid C70. 
Claim 81 is directed to a free flowing particulate comprising solid C70. 
Claim 84 is directed to substantially pure C60. 
Claim 86 is directed to C60 in a macroscopic amount. 
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Claim 89 is directed to substantially pure C70. 

Claim 92 is directed to crystalline C60. 

Claim 93 is directed to crystalline C70. 

Claim 96 is directed to C70 in a macroscopic amount. 

Claim 102 is directed to a macroscopic amount of substantially pure C60. 

Claim 103 is directed to a macroscopic amount of substantially pure C70. 

Claim 104 is directed to a formed or molded product comprising C70, said C70 
being present in a macroscopic amount. 

Claim 105 is directed to a free flowing particulate comprising C70, said C70 being 
present in a macroscopic amount. 

Claim 106 is directed to a formed or molded product comprising C60, said C60 
being present in a macroscopic amount. 

Claim 107 is directed to a flowing particulate comprising C60, said C60 being 
present in a macroscopic amount. 

Claim 1 1 1 is directed to a solid comprising C60, said C60 being present in a 
macroscopic amount. 

Claim 1 12 is directed to a solid comprising C70, said C70 being present in a 
macroscopic amount. 

Claim 1 13 is directed to a sooty product comprising C60, the C60 in said sooty 
product being present in sufficient concentration to allow a macroscopic amount of said Cgo to be 
separated therefrom. 

Claim 1 14 is directed to a sooty product comprising C70, the C70 in said sooty 
product being present in sufficient concentration to allow a macroscopic amount of said C70 to be 
separated therefrom. 

Claim 1 19 is directed to a sooty carbon product prepared by the process 

comprising: 

(a) vaporizing a carbon source in the presence of an inert gas to provide a vapor of 

carbon atoms, 

(b) quenching said vapor of carbon in said inert gas under conditions effective to 

nucleate and condense said vapor of carbon atoms into a sooty carbon product comprising C60 
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molecules, said C6o molecules being present in said sooty carbon in sufficient concentrations to 
allow a macroscopic amount of to be separated from said soot. 

Claim 141 is a directed to a solid carbon product prepared by the process 

comprising: 

(a) evaporating a carbon source in the presence of an inert quenching gas under 
conditions effective to produce a sooty carbon product containing C6o, said C6o being present in 
said sooty carbon product in sufficient concentration to allow a macroscopic amount of said C6o 
to be separated from said sooty product; 

(b) collecting the sooty carbon product produced therefrom; 

(c) subliming the carbon product comprising C6o from the sooty carbon product; 

and 

(d) condensing the sublimed carbon product comprising C6o- 

Claim 165 is directed to a solid comprising a macroscopic amount of crystalline 

C60- 

Claim 166 is directed to a solid comprising a macroscopic amount of crystalline 

C70- 

Claim 167 is directed to a carbon product comprising a macroscopic amount of 

solid C6o- 

Claim 168 is directed to a carbon product comprising a macroscopic amount of 

solid C70. 

Support for the subject matter in the independent claims is found in the specification. 
One of the issues on Appeal is whether there is support for the terms "macroscopic" and this is 
briefed hereinbelow, the contents of which are incorporated by reference. The support for the 
remaining subject matter is tabulated hereinbelow. 
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CLAIM # SUPPORT 
53 Page 3, lines 27-31 

73 Original Claim 23, Page 14, lines 1 8-28 

75 Original Claim 25 

80 Original Claim 30, Page 14, lines 14-28 

8 1 Original Claim 3 1 , Page 1 4, lines 1 4-28 
84 Original Claim 26 

86 Page 3, line 26 to Page 5, line 28, Ex. 1 -3 

89 Original Claim 32 

92 Page 14, lines 14-28 

93 Page 14, lines 14-28 
96 Page 7, Lines 20-25 

102 Ex. 1 

1 03 Page 1 3 , line 1 3 to Page 1 4, line 29 

104 Original Claim 30 

105 Original Claim 31 

106 Original Claim 23 

107 Original Claim 25 

111 Original Claim 14 

112 Original Claim 28 

1 1 3 Page 2, lines 1 8-24; Page 3 , lines 28 to Page 

5, line 16; Page 6, line 23 to Page 7, lines 
10, Ex. 1 

1 14 Page 2, lines 18-24, Page 3, line 28 to Page 

5, line 16; Page 6, line 23 to Page 7, line 10, 
Ex. 1 

1 19 Page 2, lines 18-24, Page 3, line 28 to Page 

5, line 16; Page 6, line 23 to Page 7, line 10; 
Ex. 1 

141 Page 2, lines 1 8-24, Page 2, line 28 to Page 

5, line 16; Page 6, line 23 to Page 7, line 25 

165 Original Claim 14, Page 8, line 6 to Page 1 1 , 

line 26, Fig 1; Fig 2; Page 14, lines 14-28 

166 Claim 28, Page 14, lines 14-28 



VIII. GROUNDS FOR REVIEW 

The first issue raised in the Office Action concerns Claim 53-72, 86, 96, 102-107, 111- 
114, 122-132, 141-153, 154-157, 162 and 165-170. The issue is whether there is adequate 
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written support in the specification, in accordance with 35 U.S.C. §112, first paragraph, for the 
term "macroscopic amounts" as used in the claims. 

The second issue involves Claim 156 and the issue is whether Claim 156 complies with 
35 U.S.C. §112, second paragraph and particularly points out and distinctly claims the subject 
matter which applicants regard as the invention. 

The third issue is whether the subject matter in Claims 53-73, 75, 80, 81, 86, 92, 93, 96, 
102-107, 111-114, 119, 122-132, 141-157, 162 and 165-170 is directed to a naturally occurring 
product. 

The final issue is whether a reference, which alleges to have prepared C6o in quantities 
too small to see or feel and in quantities significantly less than in macroscopic amounts, 
anticipates or renders obvious claims directed to Co) and/or C70 in macroscopic amounts or the 
equivalent thereof. 

It is to be noted that applicants have withdrawn from consideration and cancelled without 
prejudice Claims 45-52, 74, 76, 77, 83, 88, 97-101, 109, 110, 115, 116, 117, 118, 120, 121, 133- 
140, 158-161, 163-164 and 171-180. Thus, any rejection regarding any of these claims have 
been rendered moot. These claims should therefore not be considered at all in this appeal. 
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IX. ARGUMENTS 



A. THERE IS ADEQUATE DESCRIPTIVE SUPPORT FOR THE TERM 
"MACROSCOPIC IN THE SPECIFICATION IN COMPLIANCE WITH THE 
DESCRIPTION REQUIREMENTS OF 35 U.S.C. §112, FIRST PARAGRAPH 

1. The Subject Matter in Claims 53-72. 80. 107. 111-114 and 165-170 comply 
with the written description requirements of 35 USC §112. first paragraph 



The term "macroscopic", as used in the rejected claims, is fully supported by the 
underlying specification. The term "macroscopic" as used in the rejected claims is used in 
association with amounts of C6o and/or C70. Contrary to the allegations in the Final Rejection, in 
this context, there is adequate support, in accordance with the written description requirement of 
35 U.S.C. §112, first paragraph, for the term "macroscopic amount" as it relates to C60 and/or 

C70- 

The written description requirement of 35 U.S.C. §112, first paragraph, provides that: 

[t]he specification shall contain a written 
description of the invention, and of the manner and 
process of making and using it, in such full, clear, 
concise and exact terms so as to enable any person 
skilled in the art to which it pertains or with which 
it is most nearly connected to make and use the 
same. . . (emphasis added). 

The written description requirement, which is distinct from the enablement and best 

mode requirements, serves to ensure that applicants have possession of the invention at the time 

of the filing of the application. In re Wertheim. 541 F.2d 257, 262, 191 USPQ 90, 96 (CCPA 

1976). In order to meet the written description requirement, the applicant does not have to use 
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any particular form of disclosure to describe the subject matter, but the "description must clearly 
allow persons of ordinary skill in the art to recognize that [he or she] invented what is claimed." 
In re Gosteli. 872 F.2d 1008, 1012, 10 USPQ2d 1614, 1618 (Fed. Cir. 1989). In other words, the 
applicants must convey with reasonable clarity to the skilled artisan that as of the filing date he 
or she was in possession of the invention. Vas Cath., Inc. v. Mahurkar, 935 F.2d 1555, 1563-64, 
19 USPQ 2d 1 1 1 1, 1 1 17 (Fed. Cir. 1991). Literal support is thus not necessary for compliance 
with the description requirement. Id. 

There is adequate support in the application for the term "macroscopic" in the 
application. More specifically, support for this term and concept permeate the specification. For 
example, attention is directed to Example 1 of the instant specification wherein it is specified that 
the C6o product is obtained as a powder and wherein the color of the product produced therefrom 
is indicated. Obviously, the isolation of a product as a powder taken together with the fact that it 
is a colored powder connotes that the product could be seen with the naked eye, consistent with 
the use of macroscopic amounts recited in the claims. Furthermore, attention is directed to Page 
7, Lines 10-25 of the specification, where it describes that when the sooty product was placed 
into a non-polar solvent, e.g., benzene, the benzene became colored and the product produced 
after extraction with the non-polar solvent is colored. Obviously, one cannot determine these 
characteristics unless the C6o was present in amounts that can be seen with the naked eye, i.e., 
macroscopic amounts. For example, if less than macroscopic amounts were produced, no color 
would be seen. (See, Curl, et al, Scientific American 1991 , 54-55 who alleged to have isolated 
so little C6o that they were unable to obtain a colored solution thereof.) In addition, attention is 
directed to Page 11, Line 30 of the instant specification wherein it is indicated that the IR is 
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taken of an approximately two micrometer thick Ceo coating on a silicon substrate. Especially 
since C6o is colored, it is obvious that this coating had to be seen with the naked eye. 
Furthermore, the application makes additional references to characteristics of the product that 
can only be discernible if the material is present in macroscopic amounts. For example, the 
application describes that the product produced by sublimation of the carbon soot can range from 
a uniform film to a coating, and the color is brown to gray depending on the thickness of the coat 
formed, while the product obtained from extraction is a dark brown to black crystalline material. 
Obviously, these characteristics, especially color, can be differentiated if the product was 
produced in amounts that can be seen with the human eye. In addition, on Page 2, Line 13, the 
application states that before the prior invention, no one had made C 6 o or C 7 o in "appreciable 
amounts." The implication is that the present inventors were successful in achieving this goal, 
consistent with the teachings in the application. Appreciable by definition means "enough to be 
perceived", See Webster Unbridged Dictionary 2nd Ed. p. 91 (1983). Thus, "appreciable" 
connotes large quantity, and is consistent with the term "macroscopic". All of these descriptions 
taken together as a whole connote that the C60 was produced in macroscopic amounts. 

Moreover, by reading the section entitled "BACKGROUND OF THE INVENTION", the 
reader notes that throughout this section there is a comparison between the microscopic amounts 
of C6o described in the article by Kroto in Nature, vol. 1, 318, 162, 14 (1985) and the present 
invention. As stated in the instant application, "all that was observed [from Kroto to et al's 
work] was a peak in the mass spectra. ... Kroto did not isolate any of said compound". 

In contrast, as the section continues,. . .."No one has been successful in verifying the 
existence of this molecule since no one has been successful in isolating this molecule in 
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measurable amounts. Thus, no processes for producing recoverable amounts of this new 
compound have been described to the present time"(Emphasis added). 

The application contrasts C70 of the Nature article with that of the present application in 
the following way: 

"Another form of carbon containing 70 carbon atom (C70) has also been postulated. . . 
Like the (C60) to date, no one has been successful in verifying the existence of the C70. 
Heretofore, no one has been successful in obtaining the molecule in any appreciable amounts." 

The first sentence of the SUMMARY OF THE INVENTION says the following: 

"A process has now been developed for the production of recoverable amounts of C60 and 

C70". 

When reading the passage, especially in context with the remainder of the specification, it 
becomes apparent to one of ordinary skill that the application describes a method and isolation of 
fullerenes, e.g., C60 and C70, in amounts that were never realized heretofore. The understanding 
just from reading the beginning of the specification is that the application will describe how to 
make fullerenes, such as C60 and C70, in amounts that would verify the existence of these 
molecules, C60 and C70, for example in amounts sufficient to work with, in amounts sufficient to 
be seen with the naked eye, i.e., in macroscopic amounts. 

This expectation is verified by one of ordinary skill in the art when reading the remainder 
of the specification. 

For example, attention is directed to the Kroto Declaration dated June 9, 1995, ("Kroto 
I") especially Paragraphs 14 and 15, in which he attests that the application adequately describes 
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the method for making macroscopic amounts of fullerenes, such as C60 and C70, and that based 
upon the teachings in the application, it is his opinion that the inventors had in their possession at 
the time of the filing of the application macroscopic amounts of same. Kroto, who is a skilled 
artisan in the field, and who won a Nobel Prize in Chemistry for discovering fullerenes, 
understood from reading the application that the applicants had made macroscopic amounts of 
e.g., C60 and had it in their possession at the time of the filing of the application, providing 
further evidence that there is adequate support in the specification for the term "macroscopic". A 
second Kroto Declaration ("Kroto II") further corroborates these statements. Yet, the Rejection 
never comments or discusses Dr. Kroto 's testimony. Since a skilled artisan testified that the 
application describes the production of fullerenes, such as C60, in macroscopic amounts, how can 
the United States Patent and Trademark Office ignore or dismiss such a statement? Case law has 
held that if a person of ordinary skill in the art would have understood from reading the 
specification that the inventor had possession of the claimed invention at the time of the filing of 
the application, then the written description requirement under 35 U.S.C. §112, first paragraph, is 
met. In re Alton, 76 F.3d 1 168, 37 USPQ2d 1578 (Fed. Cir. 1996). The testimony from Dr. 
Kroto is undisputed factual evidence on this issue. In view of this evidence and in the absence of 
any evidence to the contrary, it is respectfully submitted that only one conclusion can be 
reached-- that the written description requirement under 35 U.S.C. §112, first paragraph is met. 

Attention in this regard is also directed to the Supplemental Declaration of Harold W. 
Kroto under 37 C.F.R. §1.132 dated November 16, 1999. Dr. Kroto testifies that the 
specification provides evidence in several instances that the inventors had produced C60 and C70 
in macroscopic amounts. For example, he refers to Example 1, which "describes the product 
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thereof in powder form as brownish-red. Such language connotes, in my opinion, that the 
product thereof could be seen with the naked eye. . ." This testimony supports the position of 
applicants. 

Thus, Dr. Kroto's testimony clearly evidences that he read the application and that the 
application clearly conveys to one of ordinary skill in the art that the inventors had produced C6o 
and C70 in macroscopic amounts. This testimony cannot be ignored by the United States Patent 
and Trademark Office. See, In re Alton. 76 F.3d 1 168, 37 USPQ2d 1578 (Fed. Cir. 1996). 

Moreover, the application provides sufficient information for one of ordinary skill in the 
art to repeat the process described therein for making fullerenes, e.g., C60 and C70. When this 
procedure is followed, macroscopic amounts of fullerenes, e.g., C60 and C70, are produced. Thus, 
there is inherent support for the term "macroscopic amounts" of C60 and C70. 

Attention is directed to Paragraphs 15 and 17-19 of the Supplemental Delcaration of 
Harold Kroto, in which he testifies: 

1 5 . Moreover, based upon repetition of the process 
described therein, as described hereinbelow, the 
process as described in the above-identified 
application, especially in Example 1 , inherently 
produces fullerenes, e.g., C60, in amounts that could 
be seen with the naked eye. 

Dr. Kroto further testifies in Paragraphs 17, 18 and 19 of the same Declaration as follows: 

17. Utilizing the procedure exactly as described in the 
above-identified application, I have had fullerenes, 
including C6o, prepared in macroscopic amounts on 
numerous occasions since 1990 to the present. More 
specifically, by following the procedure described in 
the above-identified application and vaporizing 
graphite rods in an atmosphere of helium, forming the 
carbon soot therefrom, collecting the soot and dissolving 
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the soot in benzene, in accordance with the procedure 
described in the above-identified application, I and my 
colleagues have prepared and identified various 
fullerenes, including, inter alia . Ceo - • • 

18. Moreover, by following the procedure described in the 
above-identified application, and in accordance with the 
procedure outlined in Paragraph 17 herein, we have 
isolated fullerenes in macroscopic amounts , as defined 
herein. For example, utilizing the procedure outlined in 
Paragraph 17, 1 have found that the smoky carbon 
product contains 5 to 10% C6o and 1% C70. We 
routinely produce the soot in 1-5 gram quantities 

and routinely extract 100-500 milligram amounts 
batchwise. Thus, one kilogram of sooty carbon 
product produces, on average, lOOg of C60, 10g of C70 
and 1 gram of other fullerenes, such as those indicated 
hereinabove. The various fullerenes formed can and 
are isolated in accordance with the isolation and 
purification procedures described in the above-identified 
application, without an undue amount of experimentation. 
Furthermore, the various fullerenes are isolated as solids, 
which are easily visible to the naked eye. For example, in 
a typical experiment conducted according to the procedure 
described in the above-identified application, C60 is formed 
in about 100 mg quantities, C70 in about 10 mg quantities 
and the remainder in about 1 mg quantities. 

19. Thus, by following the procedure described in the 
above-identified application, I have found that the 
process described therein inherently produces . . . C60, 
in macroscopic amounts. In fact, by following the 
procedure of Kratschmer and Huffman, outlined in the 
above identified application, crystalline material of 
fullerenes, including C60, is produced which can be seen 
with the naked eye. 

Thus, Dr. Kroto testifies that by following the procedure in the teachings in the above- 
identified application, one of ordinary skill in the art produces, inter alia , macroscopic amounts 
of C60 and/or C70. In other words, Dr. Kroto testifies that C60 and/or C70 is inherently produced 
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in macroscopic amounts if one of ordinary skill in the art follows the teachings in the above- 
identified application for producing same. 

Case law has held that words describing a function or property that was inherent in the 
specification is considered to be supported by the disclosure and supports the adequate written 
requirement, in accordance with 35 U.S.C. §112, first paragraph. See, In re Reynolds , 443 F.2d 
384, 170 USPQ 94 (CCPA 1971). In Reynolds the question was whether words describing a 
function that was inherent in the claimed product could be added to the specification by 
amendment, or whether such description was "new matter". The Reynolds court cited with 
approval the holding in Technicon Instruments Corp. v. Coleman Instrument, Inc., 255 F.Supp. 
630, 640-641, 150 USPQ 227, 236 (N.D. 111. 1966), affd, 385 F.2d 391, 155 USPQ 369 (7 th Cir. 
1967), that: "By disclosing in a patent application a device that inherently performs a function, 
operates according to a theory, or has an advantage, a patent applicant necessarily discloses that 
function, theory, or advantage even though he says nothing concerning it." In re Reynolds, 433 
F.2d at 389, 170 USPQ at 98. It was concluded that the express description of the inherent 
property, since not "new matter", could be added to the specification with effect as of the 
original filing date. Id. 

Therefore, the disclosure in an application of an inherent property satisfies the written 
description requirement with respect to that property. Id., see also , Kennecott Corp. v. Kyocera 
International Inc. . 835 F.2d 1419, 1422, 5 USPQ2d 1194, 1197 (Fed. Cir. 1987), cert, denied, 
486 U.S. 1008 (1988). 

This case not only is relevant but is instructive. Dr. Kroto's testimony indicates that the 
process described in the underlying application inherently produces Cgo and/or C70 in 
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macroscopic amounts . In accordance with the holding of Reynolds, the inherent production of 
C6o and/or C70 in macroscopic amounts provides adequate support for the term "macroscopic" to 
be used in the claims. 

Attention is further directed to the Declaration of Dr. Loutfy executed on July 16, 
2002,containing 19 paragraphs (hereinafter "Loutfy Declaration"). Dr. Loutfy testifies that the 
process of the present invention inherently produces fullerenes, e.g., C60 and C70, in macroscopic 
amounts (See Paragraph 1 1 of Loutfy Declaration). Dr. Loutfy further testifies that when he 
performed an experiment based upon the teachings in the underlying application, including 
Example 1, in which a graphite rod V* inch in diameter and 17 cm long, was vaporized at 100 ton- 
Helium using 100 ampere dc current for about 50 minutes, he produced 12 grams of soot. He 
extracted the soot with toluene and the yield of fullerene was about 8 to 10%. Thus, he 
recovered over 1 .2 grams of fullerene, with over 900 mg of C60 and over 200 mg of C70. See 
paragraph 17 of Loutfy Declaration. Since amounts as low as 0.1 mg can be seen with the naked 
eye, this amount of C60 and C70 can be seen with the naked eye. Id. 

Dr. Loutfy further testified that if he utilized a shorter length of graphite such as 1 cm 
length, as discussed in the underlying application including Example 1, he still produced 
macroscopic amounts of fullerene including 50 mg of C60 and 10 mg of C70, which is still greater 
than the lower limit of 0.1 mg seen with the naked eye. Furthermore, if one calculates the 
amount of soot that would be produced from a 1 cm length and % inch diameter graphite rod, the 
calculation would estimate that 633 mg of soot would be produced. Id- If one assumes 10% 
yield, then approximately about 66 mg of C60 and about 53 mg of C70 would be produced, which 
amounts are well above the amount that could be seen with the naked eye. Further, if a longer 
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graphite rod were used, the amount of C6o and C70 produced would be even greater. Again, this 
provides ample evidence that the C60 and C70 produced in accordance with the present process is 
in macroscopic amounts. 

Attention is further directed to U.S. Patent No. 6,077,401, attached to the Loutfy 
Declaration which indicates in Column 2, lines 11-38 thereof that rods with % inch diameter are 
capable of producing yields of around 15%. Consequently, since the amounts testified by Dr. 
Loutfy in the Loutfy Declaration assumed yields of 8-10%, this means that the amount of C60 
and C70 produced in the experiment conducted by Dr. Loutfy can be even higher, further 
supporting appellants' position that the underlying application provides a process for producing 
C60 and C70 in macroscopic amounts. 

Thus, there is no question that the process described in the underling application produces 
C60 and C70 in macroscopic amounts. The process described in the underlying application 
produces C60 and C70 in amounts that could be seen with the naked eye, which is the definition of 
macroscopic amounts used in the industry. See Paragraph 19 of Loutfy I Declaration. This 
usage is consistent with the way that Board of Patent Appeals and Interferences interpreted the 
term macroscopic as used in the instant specification. See Decision of the Board of Patent 
Appeals and Interferences dated September 23, 1999, Pages 30-37 (hereinafter, "Decision"). 

The Office Action dismisses the Loutfy Declaration alleging that it is speculative. 
Further, the Office Action further alleges that statements made by Loutfy in the Loutfy 
Declaration are conclusionary, stating that "it presupposes that macroscopic amounts of solid 
were deemed to have been prepared previously with different sizes of graphite." 
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Applicants strongly disagree. The statements by Dr. Loutfy are based on his 
experimental findings. Attention is directed to Paragraphs 17, et seq ., of Loutfy Declaration 
which described the experiments performed by Dr. Loutfy upon which he bases his conclusions. 
As Dr. Loutfy testified, he repeated the process described in the above-identified application, and 
from his results, he calculated the amount of, inter alia , C6o and C70 produced by the process. 
From his data, Dr. Loutfy concludes that the C60 and C70 prepared by the process described in the 
instant application are each produced in amounts that are visible to the naked eye, that is, in 
macroscopic amounts. The point regarding changing the length of the rod was to emphasize the 
accuracy of the calculations made. Thus, the data provided in Dr. Loutfy' s Declaration further 
supports that the inventors at the time of the filing of the instant application were in possession 
of macroscopic amounts of C60 and C70. 

Further, contrary to the allegations in the Office Action, color, in this instance, can be 
equated to macroscopic amounts. Attention is directed to the article by Curl and Smalley in 
Scientific American , 1991, referred to in the Office Action. 

The author themselves equated color with macroscopic amounts. Attention is directed to 
Page 54, wherein the authors stated: 

"Thus for five years, we had been searching for a method 
of producing visible amounts of the stuff. We called our efforts 
"the search for the yellow vial" because quantum calculations for 
such a soccerball-shaped carbon molecule suggested it would 
absorb light strongly only in the far violet of the spectrum. . . 

In our laboratory we collected the sooty carbon produced 
by the vaporization base while using various chemical techniques 
to detect the presence of C6o- We slurried the soot in benzene, for 
example, and looked for a yellow color. But, the solution in our 
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test tubes stayed clear, with boring black soot sitting on the 
bottom... 

When the Kratschmer-Huffman group finally added 
benzene to their camel sample and saw the color red develop, they 
realized they were looking at the first concentrated solution of 
fullerenes ever seen. They evaporated the solvent and found that 
tiny crystals remained, which readily redissolved. These crystals 
could be sublimed under a vacuum near 400 degrees and condense 
on a cold microscope slide to form smooth films of solid 
materials... 

In thin layers, these films were yellow (a fact that those of 
us at Rice University who searched for a "yellow vial" find highly 
gratifying.) 

Id. Pages 54-57. 

As shown by the description in the article by the Nobel laureates, Smalley and Curl, 
color, i.e., "the yellow vial" was equated with "visible amounts" of product. 

As one reads the article, it is quite apparent that the whole thrust of the article was to 
describe the procurement of visible amounts, i.e., macroscopic amounts, of C«) and C70. They 
acknowledged that Huffmann and Kratschmer were they first to achieve this feat by repeating the 
process which is exemplified in the Nature article published in 1990 by Huffmann and 
Kratschmer attached in Exhibit B and which details are also described in the present application. 
Thus, they admit that Huffmann and Kratschmer were the first to isolate macroscopic amounts of 
same. They state, for example, that Huffmann and Kratschmer 

"... were the first to observe the roundest of all round molecules. . ." 
Id. Page 54-57. 

They "were looking at the first concentrated bottom of fullerenes ever seen." 
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Thus, they admit that the Huffinann-Kratschemr process produced macroscopic amounts 
of C6o and C70 by their process. 

In fact the scientific community has recognized that the process of Huffman and 
Kratschmer, et al. which is exemplified in the article by Kratschmer, et al., Nature , 1990, 354, 
produces fullerenes, e.g., C60 or C70 in macroscopic amounts. Attention is directed to Column 1, 
lines 58-61 of U.S. Patent No. 6,077, 401, which is attached as Exhibit 2 to the Loutfy 
Declaration. The '401 patent indicates that Huffman and Kratschmer were the first to isolate 
macroscopic amounts of C6o- In addition, attention is directed to the article by Curl and Smalley 
in which they admit that Huffman and Kratschmer were the first to isolate fullerenes, e.g., C60 
and C70, in macroscopic amounts. 

It is to be noted that Huffman and Kratschmer, along with Smalley and Kroto, were given 
the 1994 Hewlett Packerd Europphysics Prize by the European Physical Society for their 
discovery of fullerenes. In addition, only Huffman and Kratschmer and not Smalley, et al. were 
awarded the 1993 Materials Research Society Award for Synthesis and Pioneering Study of 
Fullerenes. These awards and the accompanying information show that Huffman and 
Kratschmer discovered fullerenes. Furthermore, the Swedish Academy in their press release 
awarding the Nobel Prize to Kroto, and Smalley, et al., acknowledged the contributions of 
Huffman and Kratschmer for being the first to make macroscopic amounts of fullerenes. The 
process which they used to isolate the C60, C70 and other fullerenes in macroscopic amounts is 
the process which is described in the underlying application and exemplified in the Nature 
article. All of these items are in Exhibit B, appended to this Brief. 
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Accordingly, one can reach only one conclusion with respect to the issue of the written 
description for the term "macroscopic amounts of C6o and C70"; that is, there is adequate support, 
in compliance with the description requirement of 35 U.S.C. §112, first paragraph for the term 
"macroscopic" amounts of C60 and C70. 

The facts of this case are similar to those In re Smvthe, 480 F2d 1376, 198 USPQ 279 
(CCPA 1973). 

In Smvthe , the invention related to a "continuous automatic analysis system where 
discrete liquid samples.. .are successfully introduced into an apparatus as a continuous stream, the 
individual samples being separated by a segmentizing medium." Both the specification and 
original claims identified this medium as "air or other gas which is inert to the liquid." The 
applicant later added claims that described the medium as "inert fluid". The United States Patent 
and Trademark Office rejected the added claims on the basis of the description requirement, but 
the Smvthe Court reversed, stating that the use of the term "inert fluid" would naturally occur to 
the skilled art reading the description of the use of air or other gas as a segmenting medium to 
separate the liquid samples. Id. at 1377, 178 USPQ at 285. The court provided its rationale as 
follows: 

....[W]hereas the broader concept of using "inert fluid" would 
naturally occur to one skilled in the art from reading appellants' 
description of the use and functions of the segmenting medium 
specifically described, we see no basis for denying appellants the 
claims which recite the segmenting medium broadly as "an inert 
fluid". The alternative places upon patent applicants, the Patent 
Office, and the public the undue burden of listing, in the case of 
applicants, reading and examining, in the case of the Patent Office, 
and printing and storing, in the case of the public, descriptions of 
the very many structural or functional equivalents of disclosed 
elements or steps which are already stored in the minds of those 
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skilled in the arts, ready for instant recall upon reading the 
descriptions of specific elements of steps. 



We are not saying that the disclosure of 'air or other gas which 
is inert to the liquid' sample by itself is a description of the use of 
all 'inert fluid' media. Rather, it is the description of the properties 
and functions of the 'air or other gas' segmentizing medium 
described in appellants' specification which would suggest to a 
person skilled in the art that appellants' invention includes the use 
of 'inert fluid' broadly... 

A hypothetical situation may make our point clear. If the original 
specification of a patent application on the scales of justice disclosed 
only a 1 -pound ' lead weight' as a counterbalance to determine the 
weight of a pound of flesh, we do not believe the applicant should be 
prevented, by the so-called 'description requirement' of the first 
paragraph of '1 12, or the prohibition against new matter of '132, from 
later claiming the counterbalance as a 'metal weight' or simply as a 
1 -pound 'weight', although both 'metal weight' and 'weight' would 
indeed be progressively broader than 'lead weight', including even 
such an undisclosed, but obviously art-recognized equivalent, 'weight' 
as a pound of feathers. The broader claim language would be 
permitted because the description of the use and function of the lead 
weight as a scale counterbalance in the whole disclosure would immediately 
convey to any person skilled in the scale art the knowledge that the applicant 
invented a scale with a 1 -pound counterbalance weight, regardless of its 
composition. (Emphasis in original) 



The Smythe Court held that the description in the application "of air or other gas inert to 
the liquid" suggested to the skilled artisan the broader term. Similarly, as in Smythe, the present 
application supports the broader concept, "macroscopic amounts". It is the description of the 
color, the powder form collected, the measurements by x-ray, and the like, that connotes to one 
of ordinary skilled in the art the broad concept macroscopic. Furthermore, the testimony of Dr. 
Kroto corroborates that the application describes fullerenes to one of ordinary skill in the art at 
the time of the filing thereof. 
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Thus, contrary to the allegations in the Rejection, there is adequate support in the 
application for the term "macroscopic" amounts with respect to C6o and C70. Thus, for the 
reasons provided herein, the rejection of Claims 53-72, 86, 107, 111-1 14, and 165-170 under 35 
U.S.C. §112, first paragraph is in error, reversal thereof is respectfully requested. 

2. There Is Adequate Written Description In The Specification For The Sooty Carbon 
Product Recited In Claims 119. 122-132. 

As defined in the specification, the sooty carbon product is a product that comprises 
(contains) macroscopic amounts of C60 and C70. The evidence and the rationale that support the 
conclusion that there is adequate support for the subject matter thereon is described hereinabove, 
the contents of which are incorporated by reference. Further evidence that the sooty carbon 
product contains macroscopic amounts of C60 and/or C70 is the fact that such amounts can be 
extracted to therefrom obtain a colored powdered or colored solution or colored film of C60 
and/or C70. The color of the products as well as the powder form can be discerned only if they 
were produced in amounts that could be seen with the naked eye, i.e., macroscopic amounts. 
Using the same rationale as described hereinabove, the contents of which are incorporated by 
reference, only are conclusion can be drawn ~ macroscopic amounts were produced. 

Therefore, the rejection of Claims 119, 122-132 under 35 U.S.C. §112, for allegedly 
lacking descriptive support is in error; reversal thereof is respectfully requested. 
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3. There Is Adequate Written Description In The Specification For The Solid 

Carbon Product Described In Claims 141-162 

The description in the specification for the formation of the solid carbon product also 
complies with the description requirements of 35 U.S.C. §112, first paragraph. The application 
describes the isolation of the solid, and in fact exemplifies a solid comprising macroscopic 
amounts of C6o. Furthermore, a means of determining that the product was a solid comprised 
predominately of C6o was that it was sublimed and could be seen with the naked eye. It is to be 
noted that the application does not describe that the powder was only observed using 
instruments. The absence of such language connotes to one of ordinary skill in the art was that it 
was seen with the naked eye. Moreover, as shown by the data this powder was relatively pure 
and contained predominately C6o- 

Moreover, it be to be noted that a element of the claim requires that macroscopic amount 
of C6o and/or C70 is separated from the sooty product by collecting and subliming the product and 
condensing the solid carbon product. Sublimation is a purification technique. What was 
collected was predominately C60. Sufficient C60 had to be produced in order for the sublimed 
material to be removed off the collecting surface. In order to remove it off the collecting surface, 
it had to be seen. What was seen was crystalline C6o- See for example, Ex. 1. Thus, C60 was 
specifically exemplified to be made in macroscopic amounts. 

Thus, the support and rationale for the subject matter in Claims 141-162 is the same as 
described above, the contents of which are incorporated by reference. 
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Therefore, for the reasons given herein, the rejection of Claims 141-162 for allegedly 
failing to comply with the written description requirement under 35 U.S.C. 1 12, first paragraph, 
is in error. Reversal of this rejection is respectfully requested. 

B. AS AMENDED CLAIM 156 COMPLIES WITH THE REQUIREMENTS 

OF 35 U.S.C. S112. SECOND PARAGRAPH 

The Final rejection lists 2 rejections under 35 U.S.C. 1 12, second paragraph for the 
following claims: 97-101, 109, 110, 115-118, 120, 121, 133-140, 156, 158-161, 171-180. 

However, applicants have withdrawn and cancelled Claims 97-101, 109, 110, 115-118, 
120, 121, 133-140, 158-161 and 171-180. The rejection of these claims is rendered moot. Thus, 
the only claim remaining is Claim 156. 

Claim 156, as amended, recites that C70 can be separated from Ceoby sublimation, 
column chromatography, fractional crystallization, capillary electrophoresis, preparative thin 
layer chromatography or extraction. 

Appellants have removed the term "HPLC" from this claim in the latest amendment 
dated March 8, 2005. Since column chromatography is generic to HPLC, by this amendment, 
overlapping terms are removed. 

Claim 156 as amended, describes separation techniques known to one of ordinary skill in 
the art. These are old techniques used for decades. Thus, the metes and bounds of the subject 
matter in Claim 156 is well understood by one of ordinary skill in the art. Therefore, the 
rejection of Claim 156 is overcome. Reversal thereof is respectfully requested. 
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C. CLAIMS 133. 134. 138 AND 161 HAVE BEEN CANCELLED. THE 
REJECTIONS THEREOF HAVE BEEN RENDERED MOOT. 

Pursuant to the rejection of Claims 133-134, 138 and 161 under 35 U.S.C. §112, fourth 
paragraph, the Office Action alleges that these claims do not further limit the scope of the 
previous claim. However, inasmuch as applicants have canceled, without prejudice, Claims 133, 
134, 138 and 141, the rejection of these claims is rendered moot. 

D. THE REJECTION OF CLAIMS UNDER 35 U.S.C. $101 IS IMPROPER AS 
IT IGNORES LIMITATIONS RECITED IN THE CLAIMS 

Pursuant to the rejection of Claims 45-51, 53-75, 77, 80, 81, 83, 86, 88, 92, 93, 96-107, 
and 109-180 under 35 U.S.C. §101, the Office Action alleges that these claims, absent the 
recitation of the term "macroscopic" or equivalent language thereto which the Office Action 
alleges is new matter - - a position with which applicants disagree- - embrace products found in 
nature. Applicants strongly disagree. 

Before addressing the merits of the rejection, it is to be noted, as indicated hereinabove, 
that applicants have cancelled, without prejudice, Claims 45-51, 74, 77, 83,. 88, 97-101, 109, 
110, 115-118, 120, 121, 133-140, 158-161, 163-164 and 171-180. Thus, the rejection of these 
claims under 35 U.S.C. §101 is moot; withdrawal thereof is respectfully requested. 

Each of the claims pending recite the limitation of "macroscopic amounts of quantities" 

and/or equivalent language thereto. This language must be read into the claims and cannot be 

ignored. Moreover, as indicated by the Board of Patent Appeals and Interferences in its 

Decision, wherever C6o and/or C70 are found, they have not been found in macroscopic amounts. 

Attention is directed to the fact that the Board of Appeals and Interferences ruled in its Decision 
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dated September 25, 1999 that the scope of Claims 45-81, 83-86 and 88-180 are not unpatentable 
under 35 U.S.C. §101. See Page 49 of the Decision. The Office Action alleges, by referring to 
the earlier Action that this rejection only applies if applicants delete the term "in macroscopic 
amounts" in the claims. Inasmuch as this term or equivalent language thereto is recited in the 
pending claims, this rejection is not applicable. See, for example, Claims 53-72, 86, 96, 102, 
103, 106, 107, 111-114, 119, 122-132, 141-157, and 162-170. Independent claims in which the 
term "macroscopic amounts" does not appear include Claim 73, which recites, "a formed or 
molded product comprising crystalline C6o"; Claim 75, which recites "a free flowing particulate 
comprised of crystalline C6o"; Claim 80, which recites "a formed or molded product comprising 
solid C70"; and Claim 81, which recites "a free flowing particulate comprising solid C70". But, 
no evidence has been presented that the products found in nature alleging to contain C60 or C70 is 
a formed or molded product, as recited in the claims. Thus, Claims 73, 75, 80, 81, and claims 
dependent thereon do not read on a natural product for still another reason. 

The same rationale also applies to Claims 104-107. Although they recite that the C60 or 
C70, is present in macroscopic amounts, they also recite, in addition, similar language. More 
specifically, Claims 104-107 are reproduced hereinbelow: 

104. A formed or molded product comprising C70, said C70 being present in a macroscopic 
amount. 

105. A free flowing particulate comprising C70, said C70 being present in a macroscopic amount. 

106. A formed or molded product comprising C60, said C60 being present in a macroscopic 
amount. 

107. A free flowing particulate comprising C^o, said C60 being present in a macroscopic amount. 
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Again, since there is no evidence that in nature, wherever they are found, that C6o or C70 
is present in a formed or molded product or a free flowing particulate. Thus, Claims 104-107 do 
not recite products of nature for a second reason. 

Claims 92 and 93 are directed to crystalline C60 and C70, respectively. However, no 
evidence has been presented that C60 or C70 when naturally found is crystalline. Thus, for still 
another reason, Claims 92 and 93 do not read on a natural product. 

These are the only claims that are pending and are rejected which do not recite the term 
"macroscopic amounts therein". Thus, none of the rejected claims read on products of nature. 

Moreover, Claims 113, 1 14, 119 and 123-32 do not read on products of nature for still 
another reason. None of the evidence provided by the United States Patent and Trademark 
Office refer to any sort of soot containing C60 or C70, which is capable of deriving therefrom C60 
or C70 in macroscopic amounts. This is quite apparent, especially since none of the articles cited 
by the United States Patent and Trademark Office found any soot containing any fullerenes - - let 
alone C60 or C70. Furthermore, even assuming pro arguendo, that there was soot containing C60 
or C70, since C60 or C70 have not been found in macroscopic amounts in nature, any soot 
containing C60 and C70 would not be capable of producing C60 or C70 in macroscopic amounts. 
Thus, for the second reason, Claims 1 13, 1 14, 1 19 and 122-132 do not read on products of 
nature. 

Finally, it is to be understood that the pending claims require that C60 and where 
applicable, C70, be present in amounts that can be seen with the naked eye, i.e., in macroscopic 
amounts. 
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Thus, for the reasons presented herein, the rejection of Claims 45-51, 53-75, 77, 80, 81, 
83, 86, 88, 92, 93, 96-107, and 109-180 under 35 U.S.C. §101 is in error, reversal of this 
rejection is respectfully requested. 

E. THE CLAIMED SUBJECT MATTER IS NOT ANTICIPATED OR 
RENDERED OBVIOUS BY THE TEACHINGS OF KROTO. ET AL. 

1. Summary 

Kroto et al. never made macroscopic amounts of C6o or C70, a requirement of the pending 
claims, a fact substantiated by Curl et al. At most tens of thousands of Cgo were produced. This 
amount was too little to see with the naked eye or to even obtain a colored product. Thus, 
inasmuch as Kroto et al. never made C60 in macroscopic amounts, the teachings therein do not 
anticipate the subject matter in the claimed subject matter. 

Moreover, inasmuch as Kroto et al. could not make C60 or C70 in macroscopic amounts, 
since the reference did not teach disclose or suggest C60 and C70 in macroscopic amounts and 
since it was not known prior to the filing of the application how to prepare C60 or C70 in 
macroscopic amounts, Kroto et al (with Curl et al. to show an inherent state of fact) do not render 
obvious the claimed subject matter. 

2. Rejection Of Claims 45-51. 77. 83. 97-101. 109. 110. 115-118. 120. 121. 133- 
140. 158-161. 163. 164 And 177-180 Are Rendered Moot. 

Inasmuch as applicants have cancelled without prejudice Claims 45-51, 77, 83, 97-101, 
109, 110, 115-118, 120, 121, 133-140, 158-161, 163, 164 and 177-180, this rejection with 
respect to those claims is rendered moot. 
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3. Claims 86. 96. 102-107. 111-114. 119. 141. 162 And 165-168 Are Not Rejected 
Over Prior Art 

The Final Office Action incorporates the prior art rejection from the Office Action of 
November 30, 1992 by reference. According to the incorporated Office Action, this rejection 
would apply to Claims 86, 96, 102-107, 111-114, 119, 141, 162 and 165-168 only if applicants 
delete the term "macroscopic amount" therefrom. However, applicants have not deleted the 
terms "macroscopic" therefrom. Thus, according to the Office Action, these claims are not 
rejected over the art. 

4. It Is Improper To Reject Claims 122-132 And 142-162 Or 169-170 Over The 
Prior Art Since The Claims On Which These Claims Depend Are Not Rejected Over The 
Prior Art. 

The United States Patent and Trademark Office has indicated that if the term 
"macroscopic" remains in the claims, the prior art rejections are not applicable. Since the term 
"macroscopic" was not deleted from Claim 119, 141 and 167-168, the United States Patent and 
Trademark Office has indicated that the subject matter therein is not rejected under 35 U.S.C. 
§102/103 over Kroto et al. In other words, the United States Patent and Trademark Office has 
indicated that these claims, as written, are novel and non-obvious over the cited prior art. 

However, the United States Patent and Trademark Office has rejected Claims 122-132, 

147-157, 162, 169 and 170, which are ultimately dependent upon these independent claims over 

the same prior art. This rejection is not logical. Moreover, these rejections are inconsistent with 

case law. Dependent claims are patentable over the prior art if the independent claims from 

which they depend are patentable over the prior art. See, e.g., In re Fine , 837 F2d 1071, 1076, 5 
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USPQ2d 1596, 1680 (Fed Cir 1988) ("Dependent claims are non-obvious under Section 103 if 
the independent claims from which they depend are non-obvious.) 

Accordingly, since Claims 122-132 are dependent upon Claim 119, and since, according 
to the Office Action, Claim 1 19, is not rejected over the prior art, it follows that the subject 
matter of Claims 122-132 cannot be rejected over the prior art. 

Moreover, using the same rationale, since Claims 142-157 and 162 are dependent upon 
Claim 141 and since Claim 141 is not rejected over the prior art, then it also follows that the 
subject matter of Claims 142-157 and 162 cannot be rejected over the prior art. 

Finally since Claims 169 and 170 are dependent upon Claims 167 and 168 respectively, 
and since the latter claims are not rejected over the prior art, it also follows that Claims 169 and 
170 cannot be rejected over the prior art. 

Thus, the rejection of all of these claims is improper. Reversal thereof is respectfully 
requested. 

5. The Prior Art Does Not Teach. Disclose Or Suggest Any Solid Containing 
Macroscopic Amounts Of Can Or C70. 

The remaining rejected claims recite crystalline C60 or C70 or solid C60 or C70 or solid C60 
containing macroscopic amounts of C60. (See, e.g., Claims 53 and claims dependent thereon, 73, 
75, 80, 81, 92, 93) or substantially pure C 6 o or C 70 (See , e.g., Claims 84 and 89). Each of these 
claims are argued separately. Thus, for example, Claims 84 and 89 are argued separately from 
the other claims. 
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Kroto, et al. never isolated any solid or comprising crystalline C6o or C70, or C60 in solid 
from containing macroscopic amounts. In fact, they never isolated any product in the solid form 
at all. Thus, the pending claims are patentable over the prior art. 

Kroto, et al. report on the detection of C60 and C70 using time of flight mass spectrometry 
in the vapor phase. However, they never isolated or recovered visible particles of C60 and C70. 
They never produced C60 or C70 as a solid or in solid form, let alone crystalline C60 or C70. See, 
Curl, et al. See, also Loutfy Declaration Paragraph 12. In addition, they did not disclose a 
process that would teach or lead others to do so. See , Curl, et al. and Loutfy Declaration, 
Paragraph 2. Kroto, et al. admit that they only C60 made in small amounts. As described in Curl, 
et al., on page 54, 

they could "not collect more than a few tens of 
thousands of the special new molecules [fullerene]. 
This amount was plenty to detect and probe with the 
sophisticated techniques available in our laboratory, 
but there was not enough to see, touch or smell. 
Our evidence was indirect. . . For now, the 
fullerenes existed only as fleeting signals." 

No matter how much they tried they were always unsuccessful in making amounts 

sufficient to see, i.e., macroscopic amounts. 

Thus, Curl, et al., on commenting about the experiments described in Kroto, et al. admit 
that they could not make enough to collect the fullerenes as a solid or in solid form or in 
macroscopic amounts or equivalent language thereto. Thus, contrary to the allegations in the 
Office Action, Kroto, et al. never made a solid comprising solid or crystalline C60 or C70, since 
Kroto, et al. never made enough to collect a crystalline or solid C60 or C70. Thus, the process of 
Kroto, et al. was not capable of making sufficient amounts of Ceo or C70 to make crystalline C60 
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or C70. The process of Kroto, et al. never formed C60 or C70 or other fullerenes in any amounts 
that could be seen with the naked eye or isolated as such as a solid, whether it be in the soot or 
not. They never prepared solid C60 or solid C70. Kroto never made C60 or C70 in amounts that 
could be seen, touched or felt. They never made C60 or C70 in macroscopic amounts. Since they 
made only a few molecules of fullerenes, they could never isolate C60 or C70 in solid form, as 
claimed. Moreover, as a consequence thereof the soot formed in the Kroto, et al. process is not 
comprised of solid particles consisting essentially of C60 or C70 or soot capable of producing C60 
or C70 in macroscopic amounts, as claimed. 

Thus, the claimed subject matter differs from the subject matter described in Kroto in at 
least one aspect. The claims, as defined, recite greater amounts than that described in Kroto, et 
al. Since anticipation under 35 U.S.C. §102 requires that the prior art reference discloses each 
and every element of the claims, and since the absence of an element in the claim relative to the 
prior art negates anticipation, inasmuch as Kroto, et al. do not disclose the C60 and C70 being 
present in the amounts claimed - - an important element of the claims- - the claimed subject 
matter in the rejected claims does not anticipate the present invention. 

Moreover, applicants respectfully submit that the Kroto, et al. article is non-enabling to 
make fullerenes, e.g., C60 or C70 in macroscopic amounts or language equivalent thereto, e.g., 
solid form, as a solid, in macroscopic amounts or in equivalent language. 

They never prepared solid or crystalline C60 or C70, as presently claimed. It was not 
possible to prepare C60 or C70 solid or, for that matter, C60 or C70, in any appreciable amounts, 
without undue experimentation. As stated in Curl, et al., despite extensive efforts by the 
scientific community, no one prior to Kratschmer and Huffinann was successful in preparing C60 
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or C70 in any appreciable amounts. Consequently, Kroto, et al. do not teach, disclose, or even 
suggest solid C 6 o, or solid C70, crystalline C 6 o, crystalline C70, solids consisting essentially of C60 
or C70, etc., or any matter comprised of solid C60 or C70 as presently claimed. 

To be enabling, a reference must describe an invention sufficiently to have placed the 
public in possession of it. In re Donahue , 766 F.2d 531, 226, USPQ 619 (Fed. Cir. 1985). The 
printed publication must be enabling. Constant v. Advanced Micro-Devices, Inc. , 848 F.2d 
1560, 7 USPQ 21 1057 (Fed. Cir. 1988). The test of enablement is whether one reasonably 
skilled in the art could make or use the invention from the disclosure in the reference coupled 
with the information known to one skilled in the art without undue experimentation. United 
States v. Teletronics, Inc.. 857 F.2d 778, 775 8 USPQ 21 1217 (Fed. Cir. 1988), cert, denied 109 
S.Ct. 1954(1989). 

But, the public was not possessed of a method of preparing, isolating, and C60 and C70, in 
the amounts claimed in the present application, including a C60 or C70 in the solid state. Based 
on the teachings by Kroto, et al., people skilled in the art were unsuccessful in preparing 
macroscopic quantities of C60 or C70. Despite extensive efforts, no solid of C60 or C70 could be 
made or isolated until these were prepared and isolated by the present inventors. Furthermore, 
despite extensive efforts, no crystalline C60 or C70 was ever prepared and isolated by others prior 
to the filing date of the instant application. Further, no material containing solids comprising 
solid C60 and/or solid C70 were made until the present inventors developed the methodology. 
Thus, Kroto, et al. did not place the public in possession of the applicants' invention. 

It is well settled that prior art under 35 
U.S.C. § 102(b) most sufficiently describe the 
clamed invention to have placed the public in 
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possession of it ... . Such possession is effected if 
one of ordinary skill in the art could have combined 
the publication's description of the invention with 
his own knowledge to make the claimed invention. 
Accordingly, even if the claimed invention is 
disclosed in a printed publication, the disclosure 
will not suffice as prior art if it was not enabling. . . 
In re Donahue, 766 F.2d 531, 533, 226 USPQ 619, 
621 (Fed. Cir. 1985). 

Moreover, the Court continues that if the reference teaches that attempts to make the 
invention failed, as in the present case, the reference is non-enabling: 

. . .In those cases, the references were deemed 
insufficient because they stated that attempts to prepare the 
claimed compounds were unsuccessful. Such failures by 
those skilled in the art (having possession of the 
information disclosed by the publication) are strong 
evidence that he disclosure of the publication was non- 
enabling. Id. 

Furthermore, Kroto, et al. were completely unsuccessful in making, isolating and 
collecting Ceo and C70 in any appreciable amounts. They only had indirect evidence of what it is 
that they made. They never made solid C60 and C70. They never made or isolated a crystalline 
form of C60 and C70. Whatever they made, they only made it in non-measurable amounts. At 
best, they could only make molecules of something, only tens of thousands of molecules, which 
they could not touch, see or smell. No matter how much they tried, they were always 
unsuccessful in making more. They could never make enough material to put it in the possession 
of the public: 

Thus, for five years, we had been searching for a method of 
producing visible amounts of the stuff. We called our 
efforts "the search for the vial" because quantum 
calculations for such a soccer ball shaped carbon molecule 
suggested it would absorb light strongly only in the far 
violet of the spectrum. . . . 
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Curl, et al. at 55. 

Contrary to the allegations the Office Action, Kroto, et al. did not make the amounts of 
fullerenes, e.g., C6o or C70 in the amounts recited in the rejected claims or place the public in 
possession thereof. Thus, Kroto, et al. is non-enabling for making the amounts claimed in the 
present process and cannot be used for that purpose. 

Moreover, the rationale of why Kroto, et al. never made macroscopic amounts of C60 or 
C70 is described in Dr. Loutfy's Declaration. Dr. Loutfy distinguishes the process of the present 
invention from that of Kroto, et al. See paragraph 15 of the Loutfy Declaration. More 
specifically, unlike the prior art, including the process of Kroto, et al., the present process 
produces a high density of carbon vapor, as described on Page 4 of the subject application, 
resulting in the formation of macroscopic amounts of fullerenes by the present method. Id. The 
Kroto, et al. process could not produce a high density of a vapor of carbon. Since Kroto, et al. 
could not produce a high density of a vapor of carbon by their process, they could not provide 
C60 or C70 in macroscopic amounts or as a solid or crystalline solid. Thus, Claims 53 et seq. and 
the other claims reciting macroscopic amounts therein are patentable over the teachings of Kroto, 
etal. 

Further, since Kroto, et al. never isolated any fullerenes, including C60 and C70 in any 
appreciable amounts, the soot containing same never was capable of producing C60 or C70 in 
macroscopic amounts, as recited in Claims 113,114 and 1 19-132. 

Moreover, there is no evidence that Kroto, et al. produced substantially pure C60 or 
substantially pure C70, as recited in Claims 84 and 89. Kroto, et al. never isolated substantially 
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pure C6o or C70 p_er se. In the experiments, described in Kroto, et al. Kroto, et al. vaporized 
graphite using laser in a helium atmosphere. The species found may have been ionized at this 
point. But, even if not ionized, any C60 or C70 species formed was part of a gaseous mixture, in 
which the majority of the material was soot (amorphous carbon). As part of a mixture, any 
neutral C60 or C70 formed was not substantially pure. The mixture was then (further) ionized and 
separated in a time-of- flight mass spectrometry. In the mass spectrometer, positively charged 
fragments were formed. The mass spectrometer then separated the positively charged species. 
Thus, Kroto, et al. never formed substantially pure C60 or C70, since any C60 or C70 initially 
formed was a small percentage of a gaseous mixture; and when separated, each was positively 
charged. Thus, the subject matter in Claims 84 and 89 is not anticipated by Kroto, et al. 

Further, Kroto, et al. never taught, disclosed or suggested C60 or C70 in macroscopic 
amounts or in amounts sufficient to isolate as a solid, and the like. The teachings therein are 
limited to the miniscule amounts described. Further, Kroto, et al. never taught how to make 
macroscopic amounts of C60 or C70 or in any amount sufficient to isolate as a solid, and the like. 
Thus, since one of ordinary skill in the art could not make these amounts of C60 or C70, based on 
the teachings of Kroto, et al. Kroto, et al. do not teach disclose or suggest C60 or C70 in those 
amounts. Finally, since Kroto, et al. never made substantially pure C60 or C70, Kroto, et al. never 
disclosed, described or suggested substantially pure C60 or C70, as recited in Claims 84 and 89, 
respectively. 

Thus, the rejection of the specified claims over the prior art is in error. Reversal thereof 
is respectfully requested. 
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X. CONCLUSION 

The above arguments clearly overcome the rejections in the Final Action and clearly 

establish that all of the claims on appeal are patentable. Affirmance of the patentability and 
reversal of the Final Rejection of the claims on appeal is respectfully requested. 



SCULLY, SCOTT, MURPHY & PRESSER 
400 Garden City Plaza, Suite 300 
Garden City, New York 11530 
Telephone: (516) 742-4343 
MJC:ng 
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Before METZ, SCHAFER and LEE, Administrative Patent Judges . 
METZ, Administrative' Patent Judge . 

FINAL DECISION 

The subject matter contested in this interference is 
directed to particular compounds which are a new, third form or 
allotrope of carbon known, variously, by their empirical formulae 
C 60 or C 70 and also known by the name fullerenes or so-called 
"Bucky Balls", and to pigment and toner compositions wherein the 
pigment or toner comprises a fullerene. 

The specific interfering subject matter contested by 
the parties is defined by the sole count in this interference, 
Count 1, which is set forth below: 

COUNT 1 

Substantially pure solid C 60 or C 70 , or 

a pigment composition comprising a fullerene, or 
a toner composition comprising a fullerene. 

The claims of the parties which correspond to Count 1 

are : 

Ziolo I : Claims 1 through 6 

Mort et al. : Claims 1 through 21 
Ziolo' II: Claims 1 through 18 
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Huffman et al.: Claims 45 through 77 and 79 through 

180 s 

BACKGROUND 

This interference was declared on December 2, 1993. On 
January 14, 1994, the junior party filed a paper captioned 
"EMERGENCY MOTION TO INVOKE THE SUPERVISORY AUTHORITY OF THE 
EXAMINER IN CHIEF OR THE BOARD OF PATENT APPEALS AND 
INTERFERENCES RE CLEARLY IMPROPERLY DECLARED INTERFERENCE" (Paper 
Number 8) wherein the junior party challenged the propriety of 
the declaration of this interference on various grounds. The 
senior party filed a paper captioned "RESPONSE TO EMERGENCY 
MOTION TO INVOKE THE SUPERVISORY AUTHORITY OF THE EXAMINER IN 
CHIEF OR THE BOARD OF PATENT APPEALS AND INTERFERENCES RE CLEARLY 
IMPROPERLY DECLARED INTERFERENCE; REQUEST FOR BIFURCATION AND 
IMMEDIATE RULING" (Paper Number 9) . In an order mailed on 
February 16, 1994, the Administrative Patent Judge (APJ) , in the 



Huffman et al . have proposed to cancel claims 52, 79, 82 
and 87 from their involved application in order to "facilitate 
the analysis" of the issues presented (SB 16) . Nevertheless, ex 
parte prosecution in an application involved in an interference 
is suspended upon declaration of the interference and amendments 
in the involved application will not be entered or even 
considered without the prior consent of the APJ. See 3 7 C.F.R. 
§ 1.615 (a) and. (b) . Huffman et al . neither- requested our 
consent to file an amendment canceling said claims nor filed a 
miscellaneous motion under .37 C.F.R. § 1.635 proposing to cancel 
said claims. We shall not grant our consent nunc pro tunc. 
Accordingly, claims 52, 79, 82 and 87, remain in Huffman et al . ■ s 
involved application and remain as claims designated as 
corresponding to Count 1 . 
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performance of his interlocutory duties, informed the parties 
that Paper Numbers 8 and 9 would be treated jointly as a petition 
under 37 C.F.R. § 1.644(a) (3) and were thereafter forwarded to 
the Office of the Commissioner for a decision on the merits of 
the petition. 

In the decision on the parties' petition, issued on 

March 21,. 1994, all the relief sought by the parties in their 

petition was denied. Specifically, the decision noted at page 5: 

A review of the notice of declaration (Paper No. .2) and 

the records of the three patents and application 

involved in this interference, shows that the 

declaration is regular on its face. 

With respect to the parties' contention that no claims of the 

parties were directed to "interfering subject matter", the 

decision further stated at page 5 : 

Since the subject matter claimed by the. parties 
facially appears to be. related, it is not manifestly 
apparent at this stage of the interference that the 
parties are not claiming the -same patentable invention 
within the meaning of 37 CFR § 1.601(n). 

Thereafter, the it was specifically noted, that the decision did 

not preclude the parties "from challenging the propriety of the 

interference in a motion or motions under 37 CFR § 1.633." (see 

page 6 of Paper Number 12) . The decision concluded at page 11 by 

finding : 

This interference will most expeditiously proceed if 
all relevant issues are raised during the preliminary 
motion period. 
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After receiving the decision on petition, the parties filed 
various preliminary motions. ■ 

On June 8, 1995, this merits paijiel issued a decision on 
the parties' preliminary motions (Paper Number 38). Therein, we, 
inter aiia, denied the motion for judgment on the grounds that 
the parties agreed there is no interf erence-in-f act ; dismissed 
the junior party motion for immediate termination of the 
interference for lack of jurisdiction; dismissed a motion to 
substitute the count; denied the junior party motion to designate 
certain claims as not corresponding to the count; and, granted 
the senior party motion for benefit. We also placed the junior 
party under an order to show cause pursuant to 3 7 C..F.R. § 
1.640 (d) (3) and entered a sua sponte holding that, all Huffman et 
al.'s claims corresponding to the count were directed to subject 
matter unpatentable under 35 U.S.C. § 101. 

In denying the parties' motion for judgment on the 
grounds of no interf erence-in-f act , we performed the analysis 
required under 3 7 C.F.R. § 1.601 (n) for determining whether or 
not the parties' claimed inventions were for the "same patentable 
invention" (see pages 4 through 6 of Paper Number 38) . 
Specifically, we found that, assuming the junior parties' ink or 
toner composition claims were "prior art" with respect to the 
senior party, '"the junior parties' toner compositions comprising 
C 60 or C 70 and the junior parties' ink composition comprising a 
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liquid vehicle and a fullerene would have anticipated (35 USC 
102) or would have at least rendered obvious to a person of 
ordinary skill in the art (35 USC 103 \ the subject matter 
encompassed by the senior party's claims corresponding to the 
count."- Alternatively, we found, assuming' the senior party's 
claims to various fullerenes are "prior art" with respect to the 
junior parties' claims, the junior parties' toner and ink 
compositions would have been prima facie obvious to a person of 
ordinary skill in the art in light of age-old knowledge that . 
carbon blacks are useful pigments or colorants for inks and 
toners . 

'We relied upon evidence in the nature of The Kirk- 
Othmer Encyclopedia of Chemical Technology , Volumes 11 and 15 
(Second Edition, 1966), to support our conclusion that, at the 
time the junior party's applications which matured to become the 
involved patents in this interference were filed, carbon blacks 
would have been expected to be useful pigments or colorants. We 
also relied on Volume 6 of The Kirk-Othmer Encyclo pedia of . 
Chemical Technology (Third Edition, 1979) for the definition of 
the, term "colorant". From all the above, we concluded that a 
person of ordinary skill in the art "would have expected 
fullerenes, an allotrope of elemental carbon derived from soot, 
in more or less pure form, to be useful colorants or pigments for 
inks or toners." 
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In response to the decision on motions ,• the junior 
party requested a final hearing to "review all the motions 
denied, dismissed, or rendered moo|t, including the Junior Party- 
motions identified in the above Decision as 1), 2), 3) and 4).-" 
(see Paper Number 40) . In response to the sua sponte finding, 
the senior party filed a response contesting the basis for our 
finding on both procedural and substantive grounds (see Paper 
Number 46) . The junior parties exercised their right to respond 
to the senior party's response to the sua sponte finding and 
filed a paper expressing their views on said finding (see Paper 
Number 51) . 

In Paper Number 56, we, inter alia, adhered to our sua 
sponte finding that all the claims of the senior party designated 
as corresponding to Count 1 were unpatentable and placed the 
senior party under an order to show cause pursuant to 3 7 C.F.R. 
§ 1.640(d) (1) . The senior party responded to the order to show 
cause by requesting a final hearing to review our sua sponte 
holding and other issues (Paper Number 58) . In Paper Number 60, 
mailed December 18, 1996, we set forth the issues which would be 
reviewed at final hearing. Both parties filed briefs and the 
junior party filed a reply brief. A final hearing was held on 
May 20, 1998, which hearing was attended only by the senior 
party's legal representatives. 
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OPINION 

Before we begin our analysis of the parties' respective 
positions on the issues before Jjs, we note that the requirements 
for the parties' briefs are set forth in 37 CFR 1.656(b) (1) 
through 1.656(b)(8). Therein, the rules require, inter alia, 
citations to the "cases, statutes, other authorities and parts of 
the record" on. which the parties rely to support the positions 
taken by them in their briefs. 3.7 CFR 1.656 (b) (6). Moreover, 37 
CFR 1.656(b)(5) requires: 

[a] statement of the facts, in numbered 
paragraphs, relevant to the issues 
presented for decision with appropriate ■ 
references to the record (emphasis 
added) 

Broad narratives by the parties in their briefs without specific 
citations to that portion of their record or exhibits which 
specifically support the positions taken by them in their briefs do 
not aid us in our resolution of the issues. 

For example, the junior parties' position that certain 
motions concerning jurisdiction of this Board to decide the case 
before us and concerning whether or not there exists an interf erence- 
in-fact "were timely raised, are supported by both Partys [sic] , were 
never decided, and are re-raised here" (JB 8) 6 is without basis in 

6 All reference to the junior parties' brief and reply brief 
are hereinafter referred to as " JB" and " JRB " , respectively, 
followed by the relevant page numbers. The senior . party ' s brief 
shall be hereinafter referred to as "SB" followed by the relevant 
page numbers . 
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the record. The senior party's representation that we have refused 
to address the issue of jurisdiction is also without factual basis 
and lacks merit (SB, page li) . 

The senior party's continued argument (SB 3 through 5, 11, 
30, 34 and 39) that virtually all research in the field of fullerenes 
conducted after they developed their process for preparing fullerenes 
was enabled only because their process put fullerenes in the hands of 
researchers is also absolutely without foundation in the record. 
Mere reference to. the various articles in this record dealing with 
the discovery and further characterization of fullerenes establishes 
that the various researchers used conventional, available analytical 
techniques in a substantial number of cases to identify and 
characterize fullerenes.. The senior party has simply not directed us 
to evidence in the record which substantiates their mere argument. ' 
More importantly, the subject matter of Count 1 which defines the 
subject matter contested „in this proceeding is not directed to a 
process for preparing fullerenes. 

JURISDICTION- 

The junior parties argue that we have never decided the 
issue of jurisdiction of the Board and the senior party argues that 
we have refused to address the issue of jurisdiction. The arguments 
are misplaced since the parties do not dispute that when properly 
declared the Board has jurisdiction to conduct an interference 
proceeding, that the issue of- whether the interference was properly 
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declared was submitted to the Commissioner via petition, and that the 
Commissioner has ruled that this interference was properly declared. 

We do not sit t|o review the Commissioner's decision on 
petition. The parties 1 recourse would have lied in a civil action 
for a writ of mandamus. 

INTERFERENCE - IN- FACT 

After receiving the decision on petition (Paper' Number -12) ,' 
the parties availed themselves of the various relief suggested 
therein. Specifically, the parties filed various preliminary 
motions, including a motion for judgment under 37 C.F.R. § 1.533(b) 
on the grounds that there was no interference- in- fact (see Paper 
Numbers 17 and 33) . . In Paper Number 38, this merits panel rendered 
its decision on the various preliminary motions filed by the parties, 
including the motion for no interf erence-in-f act , which was denied. 

In denying the motion under 37 C.F.R. § 1.633(b), we set 
forth the proper test for determining whether an interf erence-in-f act 
exists. Specifically, we noted that when two or more parties had one 
or more allowable claims in their respective patents or applications 
which were directed to the "same patentable invention" as the claims 
of another party, an interf erence-in-f act existed. Stated another 
way, we found that it was by comparing the parties' various claims 
not the count, which determined whether or not an interf erence-in- 
fact existed. Thereafter, we went through specific, step-by-step 
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analysis according to the rules and analyzed the parties' various 
claims designated as corresponding to the count. We found that: 



it is apparent that the parties are claiming 
the "same patentable invention" in the sense 
of 37 CFR 1.601(n). Specifically, assuming 
that the junior parties' ink or toner 
compositions are "prior art" with respect to 
the senior party's claims corresponding to 
the count, the junior parties' toner 
compositions comprising C 60 or C 70 and the 
junior parties' ink composition comprising a 
liquid vehicle and a fullerene would have 
anticipated (35 USC 102) or would have at 
least rendered obvious to a person of 
ordinary skill in the art (35 USC 103) the 
subject matter encompassed by the senior 
party 1 s -claims corresponding to the count. 

Alternatively, assuming the senior party's 
claims to various fullerenes are "prior art" 
with respect to the junior parties' claims, 
the junior parties' toner, and ink 
compositions would have been prima facie 
obvious to a person of ordinary skill in the 
art in light of age-old knowledge that 
carbon blacks are useful pigments or 
colorants for inks and toners. See, for . 
example, The Kirk-Othmer Encyclopedia of 
Chemical Technology . Volume 11, "Inks" 
(Second Edition, 1966) , wherein it is 
disclosed at page 611 that: 

Printing ink is a mixture of 
coloring matter dispersed or 
dissolved in a vehicle or carrier, 
which forms a fluid or paste which 
can be printed on a substrate and 
dried. The colorants used are 
generally pigments, toners, and 
dyes, or combinations of these 
materials, which are selected to 
provide color contrast with the 
background on which the ink is 
printed. 

and at page 631 that: 
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The electrostatic ink, also called 
an electrostatic toner, is a 
powder composed of pigment 
dispersed in a resin. 

A "colorant" is described at page 52 9 in 
Volume 6 of The Kirk- Othmer Encyclopedia of 
Chemical Technology (Third Edition, 1979) as 
a substance "added to materials to produce 
color effects" and that such substances are 
usually classified as "dyes (qv) or pigments 
(qv) . " Finally, in Volume 15 of the Second 
Edition of Kirk-Othmer . at page 542, the 
principal black pigments are described as 
"those which consist of elemental carbon in 
a more or less pure form" and include carbon 
blacks and lampblacks. Thus, we consider 
that a person possessing ordinary skill in 
the art would have expected fullerenes, an 
allot rope of elemental carbon derived from 
soot, in more or less pure form, . to be 
useful colorants or pigments for inks or 
toners. Indeed, during the prosecution of 
the senior party's involved application in 
this interference and in response to the 
examiner's allegation that the fullerenes 
possessed no known utility, the senior party 
presented a declaration including as an 
exhibit drawings by one of the inventors 
which were "paintings" made by using 
fullerenes as the pigment in a carrier (see 
Paper Number 17) . Accordingly, we agree 
with the primary examiner's determination 
that the claims of the junior parties and 
the claims of the senior party designated as 
corresponding to the count define the "same 
patentable invention" in the sense of 3 7 CFR 
1 . 601 (n) . 

Rather than address our analysis and the specific 
underlying findings which served as the factual basis for our 
conclusions, the parties focus on facts and theories which are not 
relevant to the issue before us. For example, the junior parties 
argue that: because the parties agree that there is no interference- 
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in-fact, there is no interference- in- fact and this interference 
should not have been declared (JB 19) ; because the senior party never 
claimed nor eveij intended to claim inks or toners including 
fullerenes there was never any basis for declaring this interference 
(JB 20, 22); the senior party's claims designated as corresponding to 
the count include claims which were under rejection and should not 
have been included in the interference (JB 14, 21); and, the count in 
this interference is an improper and unpatentable count (JB 21, 22) . 

The senior party repeats its contention that it agrees with 
the junior party that there is no interference -in- fact between the 
parties (SB 59). The senior party also challenges our analysis from 
our decision on motions on the grounds that the evidence on which we 
relied does not establish the equivalence of "carbon black" with 
fullerenes (SB 61). Additionally, the senior party urges without 
explaining the factual basis for their position that, even assuming 
the junior parties' claims to inks or toners comprising fullerenes 
were prior art, there was no basis for our conclusion that the junior 
parties' claims would have anticipated or at least rendered obvious 
the claims to fullerenes, per se (SB 62). 

As we found in our decision on motions and, indeed, as the 
parties were informed in Paper Number 12 (see page 5 of Paper Number 
12), the fact that the parties agree that there is no interf erence- 
in-fact is neither controlling nor binding on the PTO. See Hsino v. 
Myers, 2 USPQ2d 1861, 18S3 (BPAI 1987) (PTO not bound by parties' 
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stipulation that no interf erence-in-f act exists) (citing Jones v. 

Stuart, 192 USPQ 475 (Comm'r Pats. 1975)). Rather, whether or not an 

interf erence-in-f act exists is a question of fact and requires a 

comparison of the parties' claims to determine if any of the parties' 

claims are directed to the "same patentable invention" in the sense 

of 37 C.F.R. § 1.601(n). The junior parties' continued argument 

concerning the allegedly improper count in this interference is 

irrelevant to the question of whether or not an interf erence-in-f act 

exists. As noted on page 7 of Paper Number 12: 

The focus of a preliminary motion under § 
1.633(b) is not on the count, but on the 
respective claims of the parties. Thus, a 
preliminary motion under § 1.633 (b)- is not 
> logically inconsistent with the alternative 
format of the count. 

Neither, party has explained in their respective briefs the basis for 

their argument, vis-a-vis 37 C.F.R. § 1.601(n), that no claim of 

either party is directed to the "same patentable invention". 

Similarly, the parties' argument that there is no. 

interf erence-in-f act because no party has a claim, identical to a 

claim of their opponent, evidences a misunderstanding of the 

applicable law. As noted on page 9 of Paper Number 12: 

the declaration of an interference is not 
dependent on a "conclusion of identic 
invention." Under the regulations, an 
interference may be declared when the 
parties have claims drawn to the "same 
patentable invention." 37 CFR § l.601(i). 
See also Aelony v. Ami . 547 F.2d at 570, 
192 USPQ at 490. 
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While the senior party again agrees with the junior parties that 
"there is no interf erence-in-f act " (SB 59) , as observed on page 9 of 
Paper Nujmber 12 this position is inconsistent with the senior party's 
concession that "the pigment and toner compositions including 
fullerenes are obvious in view of the fullerene product." It is 
equally inconsistent with the senior party's position that the proper 
procedure would have been to issue the senior party's application and 
then have the Commissioner order a reexamination (37 C.F.R. § 1.520) 
of the junior parties' patents using the senior party's issued patent 
as "prior art" (SB 58). 

The junior parties' argument that the senior party has no 
claims to toners or inks comprising fullerenes ignores all that we 
have stated above with respect to the proper analysis for determining 
whether or not an interf erence-in-f act exists. We repeat that it is 
not necessary for parties to have identical claims in order to 
support a conclusion that an interf erence-in-f act exists. Rather, it 
is only necessary that the parties have in their respective patents 
and application a single allowable claim directed to the "same 
patentable, invention" as defined in 37 C.F.R § 1.601(n). See 
Conservolite Inc at 21 F.3d 1101, 30 USPQ2d at 1628, wherein the 
court noted: "The current rules do not require "copying" claims." 

In our decision on motions we set forth our reasoning and 
analysis for concluding that there is an . interf erence-in-f act between 
the parties. The junior parties' briefs completely ignore that 
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reasoning and analysis. Thus, we are not persuaded of any reason for 
changing our decision below, which decision we adopt and to which 



opinjion we herein adhere . 

We recognize that Huffman et al . ' s claims 45 through 77, 79 
through .84, 86 through "89, 91 through 93 and 96 through 180 have been 
indicated by the examiner in the Interference - Initial Memorandum as 
corresponding to the count and not allowable. Nevertheless, claims 
85, 90, 94 and 95 are designated as corresponding to the count and 
allowable. As we stated above, it is only necessary that the parties 
have in their respective patents and application at least one claim . 
which is allowable and directed to the "same patentable invention" in 
order to support a finding that there is. an interference -in- fact and 
to declare an interference. After the termination of this proceeding 
by the issuance of a judgment and upon return to the examining group 
of the senior party's involved application, prosecution will be re- 
opened and the issues which formed the basis for. the examiner's 
determination that the senior party's claims were unpatentable must 
be resolved before the examiner. Suffice it to say, the junior 
parties failed to move for judgment against the senior party under 3 7 
C.F.R. § 1.633 on any grounds let alone the grounds which form the 
basis of the rejections made by the examiner below. 

The senior party contends that we failed to set ■ forth' our 
rationale for concluding that, assuming the junior parties' ink or 
toner compositions were "prior art" with respect to the senior 
party's claims corresponding to the count, the junior parties' toner 
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compositions comprising C 60 or C 70 and the junior parties' ink 
composition comprising a liquid vehicle and a fullerene would have 
anticipated (35 USC 102) or would have at least rendered obvious to a 
person of ordinary skill in the art (35 USC 103) the subject matter 
encompassed by the senior party's claims corresponding to the count 
(SB 62). The senior party's contention lacks any reference to any 
facts in the record which supports their contention. Indeed, the 
record contains evidence to the contrary. 

It was our position and remains our position that a claim 
directed to "C 60 " is anticipated by a claim to "a toner comprising 
C 60 ", assuming the toner claim is prior art with respect to the claim 
to C so because the toner claim, "describes" , in the sense of 35 U.S.C. 
§ 102,. the claim to C 60 . Because anticipation has been held to be 
the "epitome" of obviousness, the toner claim also would have at 
least rendered obvious the claim to C 60 . We also disagree with 
Huffman et al . ' s argument at page 61 of their brief that "there is 
nothing in the record which permits the Board to equate "carbon 
black" with fullerenes." In the first instance, our finding that the 
toner claims comprising C 60 anticipated the claims to C 60 was adequate 
to support our conclusion that there was an interf erence-in-fact . 
Further, Huffman et al . mischaracterize what we held in our decision 
on motions. Specifically, taken in context, after the Kirk-Othmer 
Encyclopedia of Chemical Technology to support our conclusions, we 
said at pages 4 through 6 of Paper Number 38: 
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the junior parties' toner and ink 
compositions would have been prima facie 
obvious to a person of ordinary skill in the 
art in light of age-old knowledge that 
carbon blacks are useful pigments or 
colorants for inks and toners. .... the 
principal black pigments are described as 
"those which consist of elemental carbon in 
a more or less pure form" and include carbon 

bl acks and lampblacks Thus, we 

consider that a person possessing ordinary 
skill in the art would have expected 
fullerenes, an allotrope of elemental carbon 
derived from soot, in more or less pure 
form, to be useful colorants or pigments for 
inks or toners . 

Still further, Huffman et al . ' s process produces what is described by 
them as "a sooty carbon product which is graphitic carbon including a 
few percent of C 60 and low levels of C 70 which are recoverable . " (see 
page 2, lines 22 through 24 .'of Huffman et al ..' s specif ication) . 
Thus, to the extent Huffman et al . 1 s claims embrace the product 
produced by their process, it includes graphitic soot (a carbon 
black) which includes "a few percent of C 60 ". Carbon blacks are 
notoriously well-known pigments for toners and C 60 has been found in 
commercial carbon blacks. See the article by Shigamatsu attached to 
Paper Number 56, for example. 

THE DESIGNATION OF THE JUNIOR PARTIES' CLAIMS 
The junior parties, having had their motion filed pursuant 
to 37.C.F.R. § 1.633(c)(4) to redefine the interference to change the 
designation of certain of their claims originally designated as 
corresponding to the count to claims not corresponding to the count 
denied (see Paper Number 38) , maintain in their main brief that 
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various claims of their U.S. Patent Numbers 5,188,918, 5,114,477 and 
5,232,810 are separately patentable from the subject matter of the 
count and should, therefore, have been designated as not 
corresponding to the count. The senior party urges us to reject the 
junior parties 1 various positions on this issue because the senior 
party believes the junior parties' evidence, such as it is, is 
inadequate to meet the junior parties' burden of proof. Additionally, 
the senior party urges us to reject the junior parties' arguments 
that: (1) a method of using a material is, per se, separately 
patentable from the material itself; (2) the examiners who issued the 
junior parties' patents found the junior parties' claims to be 
separately patentable from the fullerenes, per se; (3) the senior 
party application does not support the junior parties' claims 
designated as corresponding to the count . 

In our decision on motions, we denied the junior parties' 
motion because the junior parties had not met their burden of 
persuasion and overcome the rebuttable presumption that claims 
originally designated as corresponding to the count are directed to 
the "same patentable invention" in the sense of 37 CFR 1.601(n) (page 
12 of Paper Number 38) . We found that the junior parties had failed 
to establish the separate patentability of their claims by making a 
claim-by-claim comparison of each of their claims designated as 
corresponding to the count with each of the other parties' claims 
designated as corresponding to the count whose designation was not 
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disputed (Id.). Stated in terms of the requirements of 37 C.F.R. § 
1.637 (c) (4), the junior parties' motion failed to *'[s]how that the 
claim does not define the same patentable invention as any other .' 
claim whose designation in the notice declaring the interference as 
corresponding to the count the party does. not dispute." 7 We also 
agreed with the senior party that none of the evidence submitted by 
the junior parties with their motion addressed the issue of whether 
or not the claims sought to be "undesignated" were separately 
patentable from all the other claims designated as corresponding to 
the count (Id. ) . 1 

Rather than address our reasons for denying the motion 
below, the junior parties re-present the same . arguments and rely on 
the same evidence which we found to be lacking below. We have 
carefully reconsidered our decision as set forth in Paper Number 3 8 
but, except for our sua sponte determination with respect to Ziolo 
I's claims 1 through 6 set forth below, we remain unpersuaded by any 
of the arguments made by the junior parties in their brief that we" 
erred in reaching our decision. 

Nevertheless, in spite of our conclusion that the junior 
parties have not met their burden of persuasion concerning the denial 
of their motion, we have reconsidered our conclusion to the extent we 
held that Ziolo I's claims 1 through 6 directed to toners where the 
fullerene is used as a charge stabilizing agent are directed to the 

7 37 C.F.R. § 1.637. 1995 . • ' 
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"same patentable invention" as the claims of any other party 
designated as corresponding to Count 1 . Accordingly, pursuant to our 
express authority under 37 C.F.R. § 1.655(c), we shall, sua.sponte, 
grant -in-part the junior parties' motion (Paper Number 20) to the 
extent the relief sought is a finding that claims 1 through 6 of 
Ziolo I (U.S. Patent Number 5,232,810) do not correspond to Count 1. 

The claims of Ziolo I are directed to toner compositions 
comprising resin particles, pigment particles and a charge enhancing 
additive "comprised of a fullerene or fullerenes wherein the 
fullerene or fullerenes are comprised of C 60 carbon, C 70 carbon, C 84 
carbon, C 234 carbon, C 3<t0 carbon, or mixtures thereof. ," While Ziolo I 
also contemplates the use of fullerenes as pigments for the claimed 
toner compositions (see column 6, lines 25 through 36) and while we 
adhere to our position as expressed above concerning why the use of 
fullerenes as a pigment would have been obvious in the sense of 3 5 
U.S.C. §103, there is no evidence in this record which establishes 
that fullerenes, per se, were known as charge enhancing additives in 
toner compositions. There is also no evidence in this record which 
establishes why fullerenes would have been expected to have 
properties which would have made them useful as charge enhancing 
agents in toners. We know of no independent reason why it would have 
been expected that fullerenes, a third allotrope of carbon, would 
have been expected from its properties to have been a useful charge 
enhancing agent. Therefore, assuming the claims' of the parties 
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designated as corresponding to the count were prior art with respect 
to claims 1 through 6 of Ziolo I, none of those claims would have 
anticipated or rendered obvious Ziolo I's claims 1 through' 6. 

Accordingly, this interference will be redeclared in a 
separate paper filed on even date with this decision to reflect that 
claims 1 through 6 of Ziolo I do not correspond to Count 1. 

THE PATENTABILITY OF THE SENIOR PARTY'S CLAIMS 

We first raised the issue of whether or not the senior 

party's claims designated as corresponding to Count. 1 are patentable 

in our decision on motions.' Therein, we sua sponte found that : 

the article by Buseck et al . in Volume 257 
of the July 1992 Science magazine and the 
Hecht article in the March 1994 New 
Scientist magazine to be evidence that 
fullerenes, in the form of C 60 and C 70 , are 
naturally occurring forms of carbon found in 
nature in the strata of certain Precambrian 
rocks (shungite) and Cretaceous period 
clays, albeit in infinitesimal amounts. In 
our view, Huffman et al . ' s claims 
corresponding to the count do not exclude or 
distinguish from the naturally occurring 
fullerenes. Specifically, there is no 
evidence in the record which establishes 
that Huffman et al . 1 s C so and C 70 differs in 
form, quality or properties from naturally 
occurring C 60 and C 70 . 

We subsequently afforded the parties an opportunity to respond to our 
sua sponte finding. After considering the parties' responses to the 
sua sponte holding we adhered to our conclusion that the senior 
party's claims designated as corresponding to Count 1 were 
unpatentable under 35 U.S.C. §101 on the grounds that: 
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C 60 and C 70 are naturally occurring 
substances and Huffman et al . 1 s claims 
either read on the naturally occurring 
fuilerenes or do not exclude the naturally 
occurring fuilerenes. 

An order to show cause was issued against the senior party and we 
also cited therein additional references which established the 
existence of fuilerenes on earth in geological strata (see. Paper 
Number 56) . The senior party responded, inter alia, by requesting a 
final hearing to review our decision. 

The basis for our sua sponte finding was the evidence in 
the nature of the various publications we cited which established 
that C 60 and C 70 were found, naturally, in the earth's crust in 
various geological strata in various locations around the earth. As 
we stated in the order to show cause of September 5, 1996: 

our holding was founded on the dual footing 
that C 60 and C 70 are naturally occurring 
substances and Huffman et al . ' s claims 
either read on the naturally occurring 
fuilerenes or do not exclude the naturally 
occurring fuilerenes. There is no persuasive 
objective evidence in the record which 
establishes that Huffman et al . 1 s claimed 
C 60 and C 70 differ from the naturally 
occurring fuilerenes "in form, quality or 
substance". In short, our sua sponte holding 
was and is based on the fact that Huffman et 
al . \s . claims corresponding' to the count 
encompass naturally occurring fuilerenes and 
that naturally occurring fuilerenes are not 
"new" in the sense used in 35 USC 101. 

Based on the aforementioned articles and the award for the 1996 Noble 
Prize in chemistry to Smalley, Curl and Kroto, three of the five- 
authors of the 1985 Nature article on which we relied as part of the 
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evidence that fullerenes existed in natural form in nature, we 
further informed the parties that we could not,, assuming the senior 
party prevailed in this proceeding, award judgment to the senior 
party with respect to certain claims which represented or included 
the discovery of Smalley et al . 

The junior party urges us to sustain our determination that 
the senior party's claims designated as corresponding to Count 1 are 
unpatentable. The junior party urges that the senior party's claims 
are unpatentable under 35 U.S.C. § 101, for reasons raised by us in "" 
our various decisions below; and are unpatentable under 35 U.S.C. §§ 
102, 103 and 112, for reasons raised by the examiner during ex parte- 
prosecution of the Huffman et al . application involved in this 
interference; and, for various reasons raised before the European 
Patent Office. Contrariwise, the senior party urges that we should 
reverse our decisions below and find the senior party's claims 
patentable because they are not the same as the products of nature 
alleged by us to have been established in the various articles on 
which we relied. - Moreover, the senior party now directs us to' 
specific limitations in specific claims or groups of claims which 
allegedly distinguish from and exclude the fullerenes found in the 
earth's crust (SB 17 through 21) . 

In light of the junior parties' arguments, we believe it 
necessary to state here what did not form the basis of our sua sponte 
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finding. We stated in the order to show cause of September 5, 1996, 
our holding was : 

based on the fact that Huffman et al . 1 s 
claims corresponding to the count encompass 
naturally occurring fullerenes and that 
naturally occurring fullerenes are not "new" 
in the sense used in 35 USC 101. 

We were not then and are not now suggesting that any claim of Huffman 

et al. corresponding to Count 1 is unpatentable based on any "prior 

art" as defined in 35 U.S.C. § 102, under either 35 U..S.C. §§ 102 or 

103. Rather, in Paper Number 56. at page 17 in response to Huffman et 

al.'s argument that the articles on which we relied were not "prior 

art" because their publication date was subsequent to Huffman et 

al.'s effective filing date, we stated: 

we did not rely on these articles as "prior 
art" as defined in 35 USC 102 under either 
35 USC 102 or 35 USC 103 but instead relied 
on these articles as evidence of the fact 
that fullerenes occurred naturally in 
deposits in the earth's crust prior to 
Huffman et. al.'s filing date and, as such, 
were ineligible for patent protection under 
3 5 USC 101 based on the Supreme Court's 
decision in Diamond v. Chakrabarty . 447 U.S. 
303, 100 S.Ct. 2204, 206 USPQ 193 (1980). 
Reliance on such references to show a state 
of fact has been upheld by the predecessor 
to our reviewing court. In re Lanaer . 503 
F.2d 1380, 1391, 183 USPQ 288, 297 (CCPA 
1974); In re Wilson . 311 F.2d 266, 268, 135 
USPQ 442, 444 (CCPA 1962). 

We remain convinced that the articles on which we relied prove by a 

preponderance of the evidence that C 60 and C 70 are found in various 

geological strata in different locations around the earth. 

Additionally, we cited other articles in the Order to Show Cause 
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which further substantiated that fullerenes are old compounds found 

in geological strata in Canada and Russia and also found in various 

types of carbon blacks. Because all the articles on which we relied 

speak in terms of the empirical formulae C 60 and C 70 in referring to 

fullerenes and because we presume that the empirical formulae must 

describe the particular geometry now understood to represent the 

soccerball-like structure of fullerenes, we reject Huffman et al . ' s 

mere argument that fullerenes are not found in the earth's crust. 

Stated another way, Huffman et al . have failed to establish that the 

formulae C 60 and C 70 by which the various articles refer to fullerenes 

may represent some compound other than the fullerenes which Huffman 

et al. claim. Accordingly, we reject Huffman et al . ' s mere 

hypothesis that naturally occurring fullerenes are not found in 

nature in a "3 dimensional array". Indeed, the first sentence from 

the article which is Exhibit 7 to the Kroto declaration states: 

Natural ly occurring fullerenes have been 
found in rock samples that were subject to 
singular geologic events such as lightening 
strikes (1) , wildfires at the K-T boundary 
(2) and meteoritic impacts (3) . [emphasis 
added] .• 

Additionally, at page 127 of the Kroto article which is Exhibit 3 to 

the Kroto declaration, the author, Harold W. Kroto, concludes that: 

Now we have discovered that an unexpected 
molecule, C so , has been under our noses on 
earth since time immemorial and was 
invisible until now. [emphasis added] . 
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Accordingly, we- do not consider the issue of whether or not C 60 and 
C 70 occur naturally or are found in deposits in the earth's crust to 
be open to serious question. 

We also reject as lacking factual basis in the record 
Huffman et al . 1 s mere theory that the naturally occurring fullerenes 
exist as "molecules interspersed in the rocks in which they are 
alleged to be present" (SB 15). We also reject Huffman et al.'s mere 
argument that naturally occurring fullerenes are found in an impure 
state and are not crystalline. While the articles on which we have 
relied is silent on these properties, there is simply no evidence 
which supports. any of Huffman et al.'s theories or argument . Rather, 
the narrow issue for us to decide is whether or not any of Huffman et 
al.'s claims designated as corresponding to Count 1 distinguish from 
the fullerenes (C so and C 70 ) found in nature. 

Huffman et al . do not concede the articles on which we 
relied prove the existence of fullerenes in the earth's crust. 
Nonetheless,. Huffman et al . urge that their claims corresponding' to 
the count may be considered in various groups as defined by • 
particular claim language which language distinguishes them from C 50 
and C 70 described in the articles on which we relied. 

Specifically, Huffman et al . urge that claims 86, 96 
through 108, 111 through 152 and 154 through 180 all require the 
fullerenes be present in "macroscopic amounts" which excludes the 
trace amounts of fullerenes as found in nature. It is argued that 
claims 84, 85, 89, 90, 94, 95, 102, 103 and 135 through 140 recite 
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that the fullerenes are "substantially pure" which is said to exclude 
the impure fullerenes found in nature. Huffman et al . also urge that 
claims 45 through 51, 73 through 75, 77, 80, 83, .85, 88, 90, 92 
through 95, 111, 112 and 165 through 180 require either "solid" C 60 
or "solid" C 70 which means the fullerenes can be._seen unlike 
naturally occurring fullerenes which exist only in parts per billion 
(ppb) in nature in a one dimensional array. Claims 45 through 57 are 
said to distinguish from naturally occurring fullerenes by the use of 
the claim language "a solid consisting essentially of C 60 , C 7Q or 
mixtures thereof." Under well -understood interpretation of the 
phrase "consisting essentially ■ of " , Huffman et al . urge that such 
claims exclude other materials found with the deposits of naturally 
occurring fullerenes. Claims 48 through 51, 73 through 75, 77, 92 
through 95, 165 and 166 are said to distinguish from the naturally 
occurring fullerenes by reciting that the claimed fullerenes are 
"crystalline." Huffman et al . urge that their claims directed to a 
product -by-process (claims 119 through 132) distinguish from 
naturally occurring fullerenes because they are man made and because ~ 
the products contain "macroscopic" amounts of fullerenes rather than 
mere trace amounts. Finally, it is argued that claim. 86 recites a 
color for the product which "implies that the product is in 
macroscopic amounts" which distinguishes them from naturally 
occurring fullerenes . 

We shall address the arguments by Huffman et al . by first 
analyzing the evidence on which we relied to reject Huffman et al . ' s . 
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claims and then interpreting the claims in their application, giving 
them their broadest, reasonable interpretation, consistent with the 
disclosure in Huffman et al . ' s specification. 

In our sua sponte holding we relied on the article by 
Buseck et al. in Volume 257 of the July 1992 Science magazine and the 
Hecht article in the March 1994 New Scientist magazine as evidence 
that fullerenes, in the form of C so and C 70 , are naturally occurring 
forms of carbon found in nature in the strata of certain Precambrian 
rocks (shungite) (Buseck et al . ) and Cretaceous, period .clays (Hecht), 
albeit in infinitesimal .amounts . In our order to show cause (Paper- 
Number 56) , we also cited six additional articles related to 
fullerenes. Four of the cited six additional references (Daly et 
al., Becker et al . , Becker et al . and Buseck et al . ) are" directed to 
the presence of fullerenes in geological deposits found on earth. We 
find the two Becker et al . articles to be particularly relevant 
because they establish that fullerenes have been found in a rock 
formation known as the Sudbury impact structure in Ontario Canada 
which is 1.85 billion years old and are present in amounts of from 1 
to 10 parts per million. 

From all the above, we find it beyond argument that C 60 and 
C 70 are found in the earth's crust. Because there is absolutely no 
evidence in this record, that C 60 or C 70 as referenced in the articles 
could represent any form of carbon other than the unique cage 
structure recognized for fullerenes, we find that fullerenes, or 
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bucky balls, are a form of carbon found naturally in the earth's 
crust . 

"MACROSCOPIC AMOUNTS" 

As our reviewing court noted in Markman v. Westview 

Instruments Inc., 52 F.3d 967, 980, 34 USPQ2d 1321, 1330 (Fed. Cir. 

1995) (en banc), aff'd., 517 U.S. 370, 38 USP-Q2d 1461 (1996): 

As we have often stated, a patentee is free 
to be his own lexicographer. Autoairo . 3 84 
F.2d at 3 97, 155 USPQ at 702. The caveat is 
that any special definition given to a word 
must be clearly defined in the 
specification. Intellicall. Inc. v. . 
Phonometrics . Inc , . 952 F.2d 1384, 1388, 21 
USPQ2d 1383, 1386 (Fed. Cir. 1992). The 
written description part of the 
specification itself does not delimit the 
•right to exclude. That is the function and 
purpose of claims. 

Accordingly, we begin our analysis of what the term "macroscopic" 
means by finding a definition of the term "macroscopic", per se, from 
several dictionaries for the purpose of establishing the plain and. 
ordinary meaning of the word "macroscopic". The first definition of 
"macroscopic" in "Webster's Third New International Dictionary of the 
English Language" is: 

large enough to be observed by the naked eye 
-- opposed to microscopic 

"Hackh's Chemical Dictionary, Fourth Edition" defines macroscopic as: 

[d] escribing objects visible to the naked, 
eye. Cf. microscopic . 

Thus, the ordinary meaning of "macroscopic amount",, in literal terms, 
is an amount visible to the naked eye, that is, visible without the 
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aid of a microscope. Unless Huffman et al . intended otherwise, we 
must give the term "macroscopic" its ordinary meaning. 

Neither the involved Huffman et al . application nor its 
parent application, of which the involved application is a 
continuation-in-part and for which Huffman et al . were granted 
benefit, use the phrase "macroscopic" in ipsimis verbis. However, 
lack of ipsimis verbis support is not fatal to Huffman et al . ' s use 
of the term in their claims. 

No original claim in either the Huffman et al . benefit 
application or the involved application uses the term "macroscopic ' 
amounts". Rather, Huffman et al . amended claim 86 in the involved 
application in Paper Number 16 to change "measurable amount" to 

macroscopic amount : , and added new claims 96 through 185, some of 

which new claims included the phrase "macroscopic amounts". Huffman 
et al . argued in their amendment that the new terminology found" 
support in their original disclosure and urged that their claims as 
amended and the newly added claims were patentable (see Paper Number 
16 beginning in the paragraph bridging pages 10 and 11 and concluding 
on page 12 in the third full paragraph) . 

At page 1, lines 25 through 30 of their specification, 

Huffman et al . , in discussing the prior art, state that: 

Yet, to date, no one has been successful in 
verifying the existence of this molecule 
since no one has been successful in 
isolating the molecule in measurable 
amounts. Thus, no process for producing 
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recoverable amounts of this new compound 
have been described, (emphasis added) . 

In the first instance, we do not consider, and Huffman et al . have 

not established on this record, either that "no one has been 

successful in isolating the molecule in measurable amounts" or that 

"no process for producing recoverable amounts of this new compound 

have been described." We find no nexus between the term "macroscopic 

amount" and "measurable amounts" or "recoverable amounts". Certainly, 

a microscopic amount of a product is capable either of being 

recovered or measured by any number of well-known techniques. 

Huffman et al . ' s specification, at page 2, lines' 17 and 18, 

describes their process as enabling the "production of recoverable 

amounts of C 60 and C 70 ." At lines .22 through 24 of page 2, Huffman et 

al . describe the product prepared by their process as : 

a sooty carbon product which is graphitic 
carbon including a few percent of C 60 and 
low levels of C 70 which are recoverable from 
the product . 

We find this disclosure to mean that from an unidentified amount of 
"graphitic carbon" produced by their process, Huffman et al . obtain a 
small amount of, but more than 1 (one) percent of, C 60 and even less 
C 70 , based on the amount of "graphitic carbon" obtained. Whether or 
not such amounts of C 60 and C 70 are "macroscopic" cannot be determined 
from this disclosure alone. 

On page 3 of the specification, 4 (four) figures of drawing 
are described. Figure 1 is said to be "a micrograph of typical 
crystals of the 98% C 60 , 2% C 70 material showing thin platelets, rods 
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and stars of hexagonal symmetry." The reference to "typical crystals 
of the 98% C 60 , 2%-C 70 material" is not further explained or described 
and we cannot ascertain to what specific material Huffman et al . is 
referring. Figure 2 is described as an "X-ray diffraction of a 
microcrystalline powder of the 98% C 60 , 2% C 70 solid material." Again, 
what specific material is being referenced cannot be determined. 
Figure 3 is described as an infrared (IR) absorption spectrum of a 2 
(two) micrometer thick coating of the fullerene mixture described in 
the previous figures on a silicon substrate. Figure 4 is a visible- 
ultraviolet absorption spectrum of a 0.1 micrometer coating of the 
aforementioned fullerene mixture on quartz. 

,On page 7, lines 2 through 10 of their specification, 
Huffman et al . describe how they obtain fullerenes by vaporizing 
graphite. Specifically, they state therein that: 

[t]he electrical heating vaporizes the 
constricted tip of the graphite rod 
producing a high density vapor of carbon, 
which quickly condenses -into smoke 
consisting of very fine particles (of the 
. order of 0.1 microns) of graphitic carbon 
with an admixture of a few percent of the 
desired C 60 molecule, [emphasis added] 

We take official notice that the human eye cannot detect a particle 

0.1 micron in size without the aid of a microscope. -Thereafter, on' 

page 8 of the specification, Huffman et al . reference Figure 1 in 

discussing their " [s] tudies by optical microscopy of the C 60 material 

which is left- after evaporating the benzene solution". We believe it 

is plain from this disclosure that' the product of Figure 1 requires a 
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microscope to.be seen and is not "macroscopic" because the product 
cannot be seen with the naked eye. The further discussion on page 8 
of the X-ray diffraction studies conducted by Huffman et al . orj the 
product obtained by them using their process with its reference to 
individual crystals does nothing to clarify the meaning of 
"macroscopic" as used by Huffman et al . Indeed, in Huffman et al . 
Exhibit 3 (the videotape) , the observation of the evaporation of 
solvent with subsequent formation of crystals is observed with a 
microscope ! Thus, it would appear that individual crystals are not 
visible to the naked eye and, therefore, are not "macroscopic" in the 
ordinary sense. 

On page 11 of their specification, Huffman et al . discuss 
films or coatings of C 60 as comprising "sub-micron microcrystalline 
particles of solid C 60 " . Beginning in the paragraph bridging pages 
11 and 12 and continuing on page 12, Huffman et al . discuss the IR 
spectrum of "an approximately 2 micrometer thick coating of C so 
coating on a silicon substrate." Suffice it to say that "sub-micron" 
particles and coatings several microns thick would not' necessarily be 
expected to be visible to the naked eye. Thus, the microcrystalline 
particles of solid C 60 and the 2 micrometer coating of the same 
cannot be said to be "macroscopic" in the ordinary sense of the term. 

Example 1 on page 16 of the specification describes a "C 60 - 
containing carbon dust" prepared by Huffman et al . ' s process by 
evaporating graphite rods in a helium atmosphere of up to 40 0 torr. 
The product, carbon dust containing unidentified amounts of C 50, was 
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scraped from unidentified "substrates" and the internal surfaces of 
the reaction chamber. That product was worked-up by washing the dust 
with ether and subsequently extracting the previously ether- washed 
dust with benzene. Evaporation of the benzene solution yielded C 60 
as a "microcrystalline residue." It appears from Example 1 that the 
product obtained, a C 60 -containing carbon dust", was visible to the 
naked eye because it could be scraped off the "substrates" and 
surfaces of the reaction chamber notwithstanding its description, 
after work-up, as a "microcrystalline residue".. Thus, the "graphitic 
soot" obtained which contained an unidentified amount of C so and even 
less C 70 was visible. 

In Example 2, the process of Example 1 is repeated but in 
helium at "2 or more atmospheres" (page 17 of the specification). 
The product obtained in Example 2 is said to. contain "a greater 
percentage of C 70 than does the product in Example 1." We find 
little or no description in this example which aids us. in the : 
resolution of what Huffman et al . mean by the claim language 
"macroscopic". Huffman et al. do suggest at page 2, lines 25 through 
27 of their specification that increasing the pressure of inert gas 
(helium) increases "the fraction of C 70 molecules " (emphasis added) . 
Huffman et al . further disclose that while at higher pressures the 
ratio of C 70 :C 60 increases, the overall yield decreases (see page 4, 
line 16 through page 5, line 7 of the specification). Accordingly, 
for the reasons we expressed above with respect to Example 1, we find 
Example 2 to be of little assistance to us in understanding the 

35 



Interference No. 103,281 

meaning we should give to the term "macroscopic" in Huffman et al.'s ■ 
claims designated as corresponding to Count 1. 

Example 3 on page 18 is described as a method jior obtaining 
"[p]ure C so and C 70 " . The method comprises dissolving the mixtures, 
obtained from either Example 1 or 2 in benzene. The C so - and C 70 - 
. containing benzene mixture is added to an alumina column for elution 
using benzene as the eluent . The fractions obtained are evaporated 
to dryness . Huffman et al . state that the presence of product in the 
fractions "can be determined by taking mass spectroscopy thereof." 
Because there is no yield data for the product obtained in either 
fraction, we find Example 3 does not shed much light on the meaning 
of "macroscopic" as utilized in Huffman et al.'s claims corresponding 
to Count 1. 

From all the above, we find the term "macroscopic" is not, 
per se, defined anywhere in Huffman et al.'s disclosure in 
quantitative terms. However, because Huffman et al.'s disclosure as 
discussed above is not entirely inconsistent with the ordinary 
meaning of the term "macroscopic", we shall give said term its 
ordinary, well-accepted meaning of visible without 'the aid of a 
microscope or, simply, visible with the naked human eye. 

In reaching this conclusion we have carefully considered 
the declaration of Kroto and the other evidence in this, record. We 
find Kroto to be a recognized expert in this -field. Indeed, he is 
one of the Nobel laureates credited with the discovery of fullerenes 
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by the Swedish National Academy in 1996. Kroto, like other 
researchers in this field as evidenced by numerous publications in 
the record, appears to acknowledge Huffman et al . ' s contribution in 
this field to be their process for producing fullerenes in amounts 
not attainable before their invention. Nothing in Kroto 's 
declaration, however, indicates that he was aware that Huffman et al . 
are claiming C 60 , per se. 

Nevertheless, we also conclude that the naturally occurring 
fullerenes described in the various . references discussed above are 
not present in the earth's crust in "macroscopic" amounts because it 
would hot be expected that amounts of up. to 10 parts per million 
could be seen with the naked eye. Accordingly, to the extent the 
term "macroscopic amount" may be given its ordinary meaning, the 
claims using said term distinguish from the fullerenes found in the 
earth's crust which are not visible to the naked eye. 

"SUBSTANTIALLY PURE" 

Huffman et al . ' s process, which process is no longer 
claimed by them in their involved application, does not produce 
"pure" C so and/or C 70 as argued by Huffman et al . Rather, their 
process produces an unquan.tif ied amount of carbonaceous soot from 
which small, further undefined amounts of "pure" C 60 and/or C 70 can be 
recovered and subsequently purified . 

At -page 2, lines 18 and 19 of their specification, Huffman 
et al.. state that : 
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A process has now been developed for the 
production of recoverable amounts of C 60 and 
C 70 . 

At lines 22. through 24 of the same page, Huffman et al . continue' 
noting that : 

This process produces a sooty carbon product 
which is graphitic carbon including a few 
percent of C 50 and low levels of C 70 .- 

The process is described as pressure dependent. At page 4, lines 

through 18, it is disclosed that: 

The amount of C so and C 70 produced from this 
carbon source is" dependent upon the pressure 
of the quenching gas . 

On page 7, lines 2 through 10 of their specification, Huffman et 

describe how they obtain fullerenes by vaporizing graphite. 

Specifically, they state therein that: 

[t]he electrical heating vaporizes the 
constricted tip of the graphite rod 
producing a high density vapor of carbon, 
which quickly condenses into a smoke 
consisting of very fine particles (of. the 
order of 0.1 microns) of graphitic . carbon 
with an admixture of a few percent of the 
desired C 60 molecule, [emphasis added] 

Additionally, at page 13, lines 26 through 31, Huffman et al . 

disclose that: 



Thus, using the procedures described 
hereinabove, at quenching pressures of less 
than 1 atmospheric pressure and especially 
at pressures of 50-400 torr, a product is 
produced which is predominantly C 60 and 
contains minor amounts of C 70 . 
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Recovery of the desired products from the sooty carbon 
product (graphitic carbon) is described at page 5, lines 18 through 



26 of the specification wherein Huffman et al . 



teach that : 



The C fi0 and C 70 molecules can be removed from 
this collected quenched product by 
contacting said quenched product with an 
extracting solvent. In other words, the 
black soot is placed in a container 
containing the extracting solvent, or the 
extracting solvent is poured onto the black 
soot placed in a container. In either case, 
the C 60 and C 70 molecules become dissolved in 
the solvent, while the remainder of the 
black soot remains insoluble. 

Purification of the products so- recovered is described at pages 13 

and 14 of the specification as being obtained by "conventional 

techniques, known to one skilled in the art." Identification of the 

products prepared by the disclosed process is described at page 14, - 

lines 26 through 29. Therein it is stated that: 

The fractions with .product will contain - 
microcrystals, the identity of which can be 
confirmed by spectroscopy, e.g., mass 
spectroscopy. 

From all the above, we find the product of Huffman et al . 1 s process 
is graphitic carbon which contains a small but unquantif ied amount of 
C 60 and even less C 70 . 

Nevertheless, we find that the various references on which 
we have relied to establish that C 60 and C 70 or fullerenes or bucky 
balls are found, naturally in the earth' s crust, only establish that 
C 60 and C 70 are found in the earth's crust in large ore deposits and 
in amounts up to 10 parts per million (0.001 per cent) ." Based on the 
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articles on which we relied, we have not concluded that it would- have 
been obvious to mine the fullerenes, separate them from the ore in 
which they are found and purify them. That would constitute a "prior 
art" rejection and, as we have stated, the statutory basis for our 
sua sponte was 35 U.S.C. § 101, on the grounds that C 60 is not "new". 
Further, whether. or not naturally occurring fullerenes, if recovered 
and purified, have the same properties as those claimed by Huffman et 
al. is not an issue before us. That is an issue for another forum. 
We simply note here that no reference on which we have relied to 
establish the prior existence of C 60 and C 70 in the earth's crust 
describes C so and C 70 to be present in graphitic soot. We also find 
that the evidence on which we relied to establish that fullerenes 
occur naturally in the earth's crust does not establish in what state 
of purity they are found. Accordingly, claims to "substantially 
pure" fullerenes are not barred under 35 U.S.C. § 101 by any of the 
articles on which we relied. 

"SOLID CONSISTING ESSENTIALLY OF C ^" 
Huffman et al . argue that the claims which recite that the 
fullerenes are a "solid", or. a "solid consisting essentially of C 60 or 
C 70 " distinguish from the fullerenes found naturally in the earth's 
crust. Huffman et al . urge that the descriptive term "solid" means 
that "the. product can be seen, consistent with usage in the art" (SB 
18, footnote omitted). Moreover, Huffman et al . urge that because 
the articles on which we have relied only describe the fullerenes as 
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present in parts per billion that "presumptively only molecules are 
present." (SB 19). Huffman et al . additionally argue that when the 
term "solid" is further coupled with the language "consisting 
essentially of" the claims using said language even further 
distinguish from naturally occurring fullerenes because the 
geological formation containing the fullerenes "contains mostly other 
components and materials" (page 19 of their brief) . 

We find little merit in Huffman et al . ' s mere argument that 
the term "solid" distinguishes Huffman et al . ' s claims from naturally 
occurring fullerenes. In the first instance, Huffman et al . have 
supplied absolutely no evidence to support their implied argument 
that naturally occurring fullerenes are not solid or lack definite 
shape and volume. Neither have Huffman et al . furnished any evidence 
which substantiates that naturally occurring fullerenes, because they 
cannot be seen with the naked eye, are not solids. We take the 
articles on which we relied''" on their face as establishing that 
carbon, in the form of C 60 and C 70 , has been found in the earth's 
crust and that such deposits are ancient. Indeed, this very 
disclosure formed the basis for our conclusion that C 60 and C 70 were 
not "new" in the sense of 35 U.S.C. § 101. 

Huffman et al . have provided no meaningful scientific basis 
or any evidence for concluding that the C 60 identified in the 
articles exists in a different state of matter than the C 60 which 
they prepared by vaporizing a graphite rod. Indeed, as we have 
stated above, we find that the empirical formula C 60 necessarily 
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defines the unique soccerball-like structure that Smalley et al . ■ 
determined to exist in their seminal paper on this matter. 

The phrase "consisting essentially of" is judicially 
recognized as rendering the claim open for the inclusion of 
unspecified ingredients which do not materially affect the basic and 
novel characteristics of the composition. In re Herz . 537 F.2d 549, 
551 [1,2], 190. USPQ 461, 463 [1] (CCPA 1976); In re Janakirama-Rao . 
317 F.2d 951, 137 USPQ 893 (CCPA 1968) . 

In Janakirama-Rao at 317 F.2d 954, 137 USPQ 896, the court 

specifically noted that: 

[t]he word "essentially" opens the claims to 
the inclusion of ingredients which would not 
materially affect the basic and novel 
characteristics of appellant's compositions 
as defined in the balance of the claim, 
according to the applicable law. [emphasis 
on "balance" added] . 

Further, in discussing Herz • s specification with respect to Herz 1 s " 

composition's novel antioxidant properties vis-a-vis the prior art 

(Messina), the court in Herz at 537 F.2d 552 [4], 190 USPQ 463, 

concluded that : 

Appellants' specification states that the 
composition can contain any of the well- 
known additives, including dispersants. 
There is no evidence that Messina's 
dispersant would materially affect the basic 
and novel characteristic of their 
composition, and all evidence is to the 
contrary. Messina's composition has the same 
basic and novel characteristic - increased 
oxidation resistance - although it has 
additional enhanced detergent -dispersant 
. qualities . (underlining added) . 
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Thus, we must look to Huffman et al . 1 s disclosure to first determine 
what is the nature of the product obtained by their process for the 
purpose of interpreting the meaning of "consisting essentially of" in 
Huffman et al . 1 s claims. 

As we stated above, the Huffman et al . process prepares a 
mixture described by them as "a sooty carbon product which is 
graphitic carbon containing a few percent of, C 60 and low levels of. 
C 70 ." Thus, Huffman et al . 1 s product obtained by their process but 
before purification is predominantly graphitic carbon soot which 
includes "a few per cent" of C 60 and less C 70 . Because a product 
which is predominantly graphitic soot would be expected to have the 
properties; of graphitic soot and not the properties of the "few 
percent" of fullerenes included in said soot, we find the language 
"consisting essentially of" excludes the graphitic soot containing 
fullerenes described by Huffman et al . but not the fullerenes 
isolated and recovered from said graphitic soot. Accordingly, we 
interpret the claims using the partially closed claim language 
"consisting essentially of" as claims to isolated and substantially 
purified C so .. Accordingly, the language "a solid consisting 
essentially of C 60 " describes a product which. is not shown in any of 
the references on which we have relied to be found naturally in 
deposits on the earth. 

"CRYSTALLINE" 

The Huffman et al . disclosure makes numerous references to: 
"crystals" of C 60 and C 70 ; obtaining product from graphitic soot by 
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"crystallization"; and, the description of the "crystals" observed by 
optical microscopy as "what appear to be rods, platelets, and star- 
like flakes". Nonetheless, thje specific claim term "crystalline" is 
not defined by Huffman et al . Accordingly, we shall give the claim 
term its ordinary meaning, considered in light of Huffman et al . ' s 
disclosure but without importing limitations from the disclosure into 
the claims . 

Claims 52 and 79 of Huffman et al . 1 s application designated 
as corresponding to Count 1 are directed to either "amorphous" or 
"crystalline" solid which exhibit or have certain physical 
properties. Because these claims require in the alternative that the 
claimed materials can be crystalline, we shall consider them here. 

Huffman et al . urge that the claims which describe the 
fullerenes as "crystalline" are patentable because crystallinity is, 
allegedly, "another characteristic of C 60 and/or C 70 not naturally 
found" (see page 19 of their brief ) . We are directed to claim 48 
among others, which is said to include this limitation. Nevertheless, 
claim 48 does not recite the term "crystalline" but only recites "A 
solid consisting essentially of C 60 ." Thus, Huffman et al . 1 s 
arguments are unpersuasive with respect to claim 48. 

With respect to the remaining claims said to include this 
limitation, we are not persuaded by Huffman et al.'s mere arguments 
that the naturally occurring fullerenes are not necessarily 
"crystalline". As we stated above, we find that the compound denoted 
by the empirical formula C 60 necessarily describes the soccerball- 
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shaped molecule come to be known as a fullerene. Huffman et al . have 
provided no evidence that C 60 denotes any other molecule or that C so 
exists in any other form. liy definition, crystallinity describes a 
particularly arranged or ordered structure as opposed to a random 
orientation or no orientation. However, whether the specific shape 
of the fullerene molecule found naturally in the earth's is 
crystalline or amorphous is not set forth in any of the articles on 
which we have relied as evidence that fullerenes are naturally 
occurring materials. Accordingly, the language "crystalline" used to 
further describe the subject matter claimed by Huffman et al . 
distinguishes from naturally occurring C 60 as described in the 
articles on which we. have relied as a bar under 3 5 U.S.C. § 101. 

" PRODUCT - BY - PROCES S " 
Huffman et al . urge that their claims directed to a . 
product -by-process are distinct from and therefore patentable from 
the naturally occurring fullerenes found in the earth's crust. 
Huffman et al . emphasize that their fullerenes are synthetically 
produced, unlike the naturally occurring fullerenes. Huffman et al . 
stress that the fullerenes obtained from their sooty carbon product 
do not contain trace amounts of fullerenes but macroscopic amounts 
which further distinguish from the naturally occurring fullerenes. 
Finally, Huffman et al. urge that based on the Kroto declaration it 
is established that their sooty carbon product is different from 
natural soot found in nature. 
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It is well -understood that, even though product -by-process - 

claims are defined by the process in which they are made, 

determination of their patentability is based on the product itself. 

In re Thorpe . 777 F.2d 695, 227 USPQ 964 (Fed. Cir. 1985) .' As the 

court stated in Thorpe . 777 F.2d at 697, 227 USPQ at 966: 

The patentability of a product does not depend on its 
method of production. In re Pilkington . 411 F.2d 1345, 
1348, 162 USPQ 145, 147 (CCPA 1969). If the product in a 
product -by-process claim is the same as or obvious from a 
product of the prior art, the claim is unpatentable even 
though the prior product was made by a- different process, 
(citations omitted) . 

Although we are not here presented with patentability in the sense of 

35 U.S.C. §§ 102 and 103, to be patentable under 35 U.S.C. § 101, 

Huffman et al . ' s product must be shown to differ in form, quality or 

properties from naturally occurring C 60 and C 70 . 

Huffman et al . urge that their product-by-process claims 
not only define a particular product in terms of its crystallinity, 
color and shape, all qualitative properties, but also that Huffman et 
al.'s product -by-process claims define their product in quantitative 
terms, that is, that the claims also define "macroscopic" amounts of 
their particular product. Nevertheless, Huffman et al.'s claims to 
product -by-process use various terms to define them and are therefore 
of varying scope . 

Claim 53 recites a product produced by a five-step process 
including the preparation of a sooty carbon product with subsequent 
recovery of a "solid carbon product comprising C 60 molecules." Claims 
70 and 71, further modify the subject matter of claim 53 by 
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identifying the product of the process as also "further comprising 
C 70 " (claim 70) and by reciting a further purification step of the C 60 
molecules to "obtain C 60 " (claim 71) . Claims 108 through 110 recite 
various limitations to the "C 60 molecules" obtained by the process of 
claim 53 . 

Claim 119 recites a product prepared by a two-step process 
to obtain a "sooty carbon product comprising C 60 molecules" in an 
amount sufficient "to allow macroscopic amounts of C so to be 
separated from said soot." Claim 141 describes a product prepared by 
a process including a sublimation step to recover a "carbon product 
comprising C 60 ." Claim 155 further . provides for the presence of C 70 
in the product prepared by the process of claim 141. 

As we have found above, the product of Huffman etal.'s 
process before work-Up and purification is graphitic soot including 
"a few" percent of C 60 and even less C 70 . Because none of the 
references on which we have relied discloses that fullerenes found in 
the earth's crust are found naturally in a small fraction of 
graphitic soot but rather are found in certain ores, it follows that 
none of the articles describe a product comprising C 60 recovered from 
graphitic soot containing small amounts of C so and even less C 70 . 
Accordingly, the articles of record on which we relied do not present 
a bar under 35 U.S.C. § 101 to product-by-process claims 53, 119. or 
141. 
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"COLOR" 

It is stated by Huffman et al . that claim 86 distinguishes 
from naturally occurring fullerenes by reciting "a color for the 
product." However, only Huffman et al . 1 s claim 76 recites a color 
for the product. We shall presume that Huffman et al . intended their 
argument to apply to claim 76. 

The only evidence in this record which establishes any 
color for the fullerenes claimed by Huffman et al . is the videotape 
(Huffman et al . Exhibit 3). The videotape shows the crystallization 
of fullerenes from a colored benzene solution with the formation of 
reddish brown crystals. The formation of the reddish brown crystals 
as the solvent evaporates is viewed through a microscope . Thus, it 
is the microscopic crystals dissolved in the benzene which imparted 
color to the benzene solution. Thus, Huffman et al . 1 s fullerenes, an 
allotrope of carbon, possess a reddish brown color. 

We -have not overlooked that the junior parties have alleged 
that claim 76 does not distinguish from certain diamond-containing 
ores which the junior parties allege are known to be earth-colored.. 
That is, the junior parties assert that certain diamond-containing 
ores would be reddish brown and, thus, claim 76 reads on such 
naturally occurring diamond- containing ores. However, conspicuous by 
it's absence in the record is any evidence which supports the junior 
parties' mere allegations.' Accordingly, we reject the junior 
parties' representations as not founded on objective evidence. 
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Moreover, the articles on which we relied are silent as to what 
color, if any, the naturally occurring C so might have. 

Accordingly, from all the above, except for claims 82 and 
87, we find all the Huffman et al . claims, which are claims 
designated as corresponding to Count 1, are not considered to be 
unpatentable under 35 U.S.C. § 101 because they do not "read on" the 
fullerenes shown to be found naturally in the earth's crust in 
ancient deposits because of the various claim limitations discussed 
above. Thus, Claims 4 5 through 81, 83 through 86 and 88 through 
180 8 , are not unpatentable under 35 U.S.C. § 101. 

Huffman et al . have not argued in their brief that -either 
claim 82 or 87 distinguish from the fullerenes described as found 
naturally in the earth's crust as described in the various articles 
of record. Neither claim 82 nor claim 87 include any of the above - 
discussed limitations which we found distinguished from the naturally 
occurring fullerenes. Accordingly, we find claims 82 and 87, 
corresponding to Count 1, to be unpatentable under 35 U.S.C. § 101. 

PRIORITY 

In Paper Number 38, we placed the junior parties under an 
order to show cause pursuant to 3 7 C.F.R. § 1.640 (d) (3) as the junior 
parties' preliminary statements failed to overcome the effective 
filing date of the senior party. In response to the order to show 



Claim 134 is recited to depend from claim 11. There is no 
claim 11 pending in the Huffman et al . application. 
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cause, the junior party requested this final hearing (Paper Number 
40) . 

The junior parties' only arguments on the issue of priority 
are the arguments raised by them below in various papers. That is, 
the junior parties allege there should be no priority contest 
because: there is no interf erence-in-f act ; we lack jurisdiction,- and 
this interference was improperly declared to include claims found to 
be unpatentable to the senior party by the examiner. 

The junior parties argue that this interference should 
never have declared- because the junior parties believe there is no 
interf erence-in-f act . We have exhaustively addressed that issue in 
this proceeding, including our finding above that an interf erence-in- 
fact exists between the claims of Ziolo's U.S. Patent Number 
5,188,918, the claims of Mort et al . 1 s U.S. Patent Number 5,114,477 
and the claims of Huffman et al . 1 s U.S. patent application Serial 
Number 07/580,246. The junior parties also allege that because there 
is no interf erence-in-f act , we lack any jurisdiction to initiate or 
continue these proceedings. This issue has also been exhaustively 
addressed in this proceeding in the decision on petition (Paper 
Number 12) and by this Board in this decision. The junior parties 
also allege that, to the extent this interference was declared to 
include claims of Huffman et al . indicated by the examiner as not 
allowable, it is improper. This issue, too, has been exhaustively 
addressed in this proceeding and above by us in our decision. 
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None of the junior parties' arguments are found to be 
persuasive on these issues. Accordingly, . this proceeding will, not 
include a priority phase because the junior party has failed to 
allege a date in their preliminary statements which overcomes the 
•effective filing date of the senior party. However, the senior party 
raises a priority issue as an argument for patentability of their 
claims under 35 U.S. C. § 101 based on the allegation that their 
preliminary statement alleges a conception and reduction to practice 
of the subject matter of Count 1 in September 1983, which is before 
the date of Smalley et al . ' s Nature publication in 1985. 

As we understand Huffman et al . ' s argument, because they 
allegedly conceived and reduced to practice their invention before 
the date of the Nature article published by Smalley et al . , Smalley 
et al. cannot be considered to have "discovered" fullerenes. 

However, a preliminary statement is merely a pleading which 
sets forth the metes and bounds of a party's priority case, which, if 
proved . serves as the basis for their argument that they are entitled 
to an award of priority. In this instance, because there is no 
priority contest between the parties, the mere allegations in the 
preliminary statement have never been proved and are nothing more 
than allegations. More significantly, even if proved, because this 
proceeding does not include Smalley et al . as a party, Huffman et 
al.'s allegations, even if proved, would not.be determinative of the 
question of who, as between Smalley. et al, and Huffman et al. , 
invented or discovered fullerenes. 
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As we have decided the priority issue contrary to the 
junior parties and because the junior parties have not asserted any 
other persuasive reasons why we should not, on this record, declare 
Huffman et al . to be the first inventors of the subject matter of 
Count 1, we find Huffman et al . to be the first inventors of the 
subject matter of Count 1. Judgment in favor of the senior party and 
against the junior parties will be rendered forthwith hereinafter. 

OTHER ISSUES 
PATENTABILITY OF THE JUNIOR PARTIES' CLAIMS 

The junior party has spent a significant portion of their 
briefs arguing that their patent claims are presumptively patentable 
and that we should not overturn that presumption- (JB 3 5 through 44) . 
However, the patentability of- the junior parties' claims has neither 
been raised by us nor has the senior party moved for judgment against 
the junior parties on the grounds that any of the junior parties' 
claims designated as corresponding to Count 1 are unpatentable. 
Indeed, the patentability of the junior parties' claims is not in 
issue in this proceeding. 

The only mention of the patentability of the junior 
parties' claims in this proceeding was with respect to our analysis 
as required under 37 C.F.R. § 1.601(n) to determine if an 
interf erence-in-f act existed between the parties to this interference 
and to determine if. any of the junior, parties' claims designated, as 
corresponding to Count 1 should be designated as not corresponding to 
Count 1 . In performing that analysis we made certain assumptions 
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with respect to the parties' claims which were required by 3 7 C.F.R. 
§ 1.601 (n) . Those assumptions were just that. They were not 
findings by us with respect to the patentability of the junior 
parties' claims. 

To the extent the junior parties are attempting to 
establish that our analysis under 37 C.F.R. § 1.601(n) was in error 
because, our conclusion that inks and toners using fullerenes as 
pigments would have been obvious from the fullerenes themselves is 
contrary to the determination of the examiner during the prosecution 
of the Ziolo II, we simply remind the junior parties that we are not 
bound by the determination of the examiner below. Sze v. Bloch . 458 
F.2d 137, ,173 USPQ 498 (CCPA 1972) (board of interferences is not 
bound by the ex parte determination of the board on' a "right to make" 
issue). Heymes v. Takaya 6 USPQ2d 1448, 1453, 1454 (Bd. Pat. App . & 
Int. 1988). Nor is there a presumption of validity under 35 U.S.G. 
282 of an issued patent involved in an interference. See Perkins v. 
Kwon, 886 F.2d 325, 327, 12 USPQ2d 1308, 1310 (Fed. Cir. 1989); 
Lamont v. Berguer, 7 USPQ2d 1580, 1582 (BPAI 1988). Compare. also In 
13. Etter, 756 F.2d 852, 225 USPQ 1 (Fed. Cir. 1985) (no presumption 
of validity of an issued patent in reexamination proceeding) ; In re 
Sneed, 710 F.2d 1544, 218 USPQ 385 (Fed. Cir. 1983) (no presumption < 
of validity of an issued patent in' a reissue application) . 

Further, this inter partes proceeding is founded on an 
entirely different record than was considered by the examiner during 
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the prosecution of Ziolo II. In performing our analysis under 37 
C.F.R. § 1.601(n) we relied on certain evidence in this proceeding as 
the basis for our conclusion that fullerenes would have been expected 
to be useful pigments in inks and toners because they are obtained 
from and are a component of carbon black (graphitic soot) which 
evidence was not part of the record in the prosecution of Ziolo II. 

We have not overlooked the junior parties' entreaty that we 
consider that fullerenes are said to have properties similar to 
graphite and that the junior parties established on the record during 
the prosecution of Ziolo II that graphite was not a suitable pigment 
for use in toners. Nevertheless, the basis for our determination 
that an interference- in- fact existed between the parties was founded 
on the disclosure in the evidence on which we relied that toners were 
known to comprise pigments dispersed in resins and that useful 
pigments or colorants included elemental carbon in more or less pure 
form, including carbon blacks and lampblacks. Thus, the relevance of 
the showing with respect to graphite vis-a-vis our conclusion founded 
on the disclosure of carbon blacks as useful pigments is not apparent 
on this record. 

HUFFMAN ET AL.'S "RELATED" APPLICATIONS 
The junior parties urge on page 18 of their main brief that 
Huffman et al . , in Paper Number 66, refused to inform this Board 
about the existence of any pending, related patent applications 
directed to the process of making fullerenes. The junior parties 
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suggest that the Huffman et al . 1 s refusal to disclose such 
information is tantamount to a violation of their duty of disclosure 
under 37 C.F.R. § 1.56 and that "Board sanctions should be mandatory 
for this matter." ., 

In the first instance, we are only authorized to issue 
sanctions for failure by a party to comply with the rules or any 
order issued by us. See 37 C.F.R. 1.616(a). We never ordered the 
senior party to inform us of the existence of any pending application 
directed to the process of making fullerenes in macroscopic amounts. 
Since we never ordered Huffman et al . to notify us of the existence 
of such applications, they cannot have violated an order we never 
issued. Even assuming, arguendo, such applications exist, the mere 
existence of such applications does not establish the materiality of. 
such applications to this proceeding. We also observe that 3 7 C.F.R. 
§ 1.656(b) (2) does not require a party to identify related 
applications but only "any related appeal or interference which is 
pending before the Board, or which has been decided by the Board, " as 
"related" is defined in the last sentence of rule. 

Finally, in their brief, Huffman et al . have included a 
statement of other related appeals and interferences. Therein 
Huffman et al . state unequivocally that they know of no appeals or 
interferences related to this proceeding (see page 1 of their brief) . 
The rule requires no more and we have no reason to doubt Huffman et 
al.s 1 representation. 
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Nevertheless, we acknowledge receipt by electronic 
facsimile on June 4, 1998, of a paper directed to the attention of 
one member of this merits panel (Paper Number 83) . We are unable to 
find any indication in said paper that this communication was served 
on the junior parties. However, 37 C.F.R. § 1.646 (a) requires all 
papers filed in an interference proceeding to be served on any and 
all parties. Accordingly, a copy of Paper Number 83 is attached to 
this decision and shall serve as the service required by the rule. 

HUFFMAN ET AL . ' 5 EXHIBIT 3 

The junior parties have asserted in their reply brief that 
we should not consider Exhibit 3 (the videotape) in our deliberations 
because the tape constitutes hearsay (see page 20, paragraph 24 of 
the reply brief) . Nonetheless, beyond their characterization of the 
tape as hearsay, the junior parties have not explained the basis for 
their hearsay objection to the tape. More significantly, the junior . 
parties' briefs are replete with references to and reliance on the 
videotape for a variety of purposes beyond those portions of the tape 
which the junior parties have characterized as "admissions against 
interest". Even more significantly, the junior parties did not- file- 
a proper motion to suppress the tape under 37 C.F.R. § 1.656(h). We 
have considered the videotape to the extent indicated in this opinion 
and shall not suppress same as hearsay. 

STATUTORY DISCLAIMER OF CLAIM 21 OF U.S. PATENT 5,114,477 

In Paper Number 71, the junior parties have filed a 
statutory disclaimer of claim 21 in the Mort et al . patent, U.S. 
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Patent Number 5,114,477. Pursuant to 37 C.F.R. § 1.662(c), the 
disclaimer deletes claim 21 "from being involved in the 
interference." Because the disclaimer does not disclaim all the 
claims of Mort et al . 1 s patent designated as corresponding to Count 
1, the disclaimer is not treated as a request for adverse judgment 
against Mort et al . The disclaimer has no other effect on this 
proceeding. 

THE PARTIES' "STATEMENT OF FACTS" 
At pages 3 through 9 of their brief and at pages 7 through 
9 of their main brief and pages 15 through 20 of their reply brief, 
the senior party and the junior parties, respectively, have set forth 
proposed findings of fact. Additionally, Huffman have attached to 
their brief an attachment entitled " FINDINGS OF FACT " . We 
acknowledge receipt of the findings but decline to either accept or. 
reject the findings. 

HUFFMAN ET AL . ' S MATERIALS FILED UNDER 37 C.F.R. S 1.682 
Attached to their brief, Huffman et al . have included a 
paper captioned " SUBMISSION UNDER 37 C.F.R. §1.682 " . We have 
considered the submission to the extent indicated above. We repeat 
that, contrary to Huffman et al . 1 s representations that the articles 
referenced therein rebut our finding that Smalley et al . "discovered" 
fullerenes, we find the articles establish that Smalley et al . are, 
indeed, recognized as the first to discover fullerenes. 
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OUTSTANDING EX PARTE ISSUES 
Based on the record before us, it is herein ORDERED that 
the outstanding rejections of Huffman et al . ' s claims corresponding 
to Count 1 shall be addressed by Huffman et al . before the examiner 
in light of any relevant findings herein when Huffman et al . ' s 
involved application is returned to the examining group after this 
proceeding is terminated. 

JUDGMENT 

In light of our sua sponte granting of the junior parties' 
motion under 37 C.F.R. § 1.63 3 (c) (4) based on our conclusion that 
claims 1 through 6 of Ziolo' s U.S. Patent Number 5,232,810 do not 
correspond to Count 1, on this record, Ronald F: Ziolo is entitled to 
his U.S Patent Number 5,232,810 containing claims 1 through 6. 

Judgment as to the subject matter of Count 1 is awarded 
against Joseph Mort and Mary A. Machonkin, a junior party. Joseph 
Mort and Mary A. Machonkin, a junior party, are not entitled to their 
patent containing claims 1 through 20 corresponding to Count 1. 

Judgment as' to the subject matter of Count 1 is awarded 
against Ronald F. Ziolo, a junior party. Ronald F. Ziolo, a junior 
party, is not entitled to his patent containing claims 1 through 18 
corresponding to Count 1. 

Judgment. as to the subject matter of Count 1 is awarded 
against Donald R ? Huffman and Wolfgang Kratschmer, the senior party. 
Donald R. Huffman and Wolfgang Kratschmer, the senior party are not 
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IN THE UNITED STATES PATENT AND TRADEMARK OFFICE - 



Applicant(s): Donald R. Huffman, et al. Examiner: Hendrickson 

Serial No.: 07/580,246 Art Unit: 1754 

Filed: September, 10th 1990 Docket: 7913Z 
For: NEW FORM OF CARBON 

Assistant Commissioner for Patents 
Washington, DC 20231 

DECLARATION OF Raouf O. Loutfy 

I, RaoufLoutfy, hereby declare: 

1 . I reside at 6507 N. Ventana Canyon Drive, Tucson, Arizona, USA. 

2. I earned a B.Sc. degree in 1964 in Applied Chemistry from Cairo University, a M. 
Sc. in 1966 in Solid State Sciences from the American University, aPh.D in 1971 in 
Physical Chemistry from University of Western Ontario, and a Diploma in Business 
Administration in 1976 from McGill University. 

3. Between 1977 and 1981 I was employed as a group leader at Argonne National 
Laboratory in the Chemical Engineering Division. 
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4. Between 1981 and 1985 I was employed as Research Advisor of ARCO 
Metals/ ARCO Chemical developing advanced material technologies. 



5. Between 1985 to present I have been employed as president of MER Corporation, 
and since 1990 I have been involved in the commercial scale-up of fullerenes, and in 
developing applications for fullerenes. 

6. "I 'have published "'many 'iitk'le'sV'^Wa''- books/- 1 and -^contributed a chapter, 'in 
Encyclopedia of Technology on the fullerene production, and on applications of 
fullerenes. I have been an invited speaker to many technical and investment conferences 
as an expert in the technology and commercialization of fullerenes. I have received the 
prestigious Tibbetts award in 2001 from the Small Business Administration (SBA) for the 
commercialization of fullerenes. , 

For the convenience of the patent and trademark office, I have attached hereto as 
Exhibit 1 my curriculum vitae, which describes my credentials and demonstrates my 
expertise in the area of fullerenes. 

7. I am intimately familiar with the published literature concerning fullerenes and I 
am personally involved in the research and development, of new methods of production 
and applications for fullerenes including C6o, C70 and nanotubes. 

8. I am informed by Mark J. Cohen, Esq., the attorney handling the prosecution of 
the subject United States patent application that a question has arisen concerning the use 
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of the term "macroscopic amounts" as applied- to the fullerene products, e.g. Ceo and C70 
that are produced by the methods invented by Drs. Huffman and Kratschmer as described 
in the underlying application. 

9. As set forth above, I have been professionally involved in the field of fullerenes 
development and manufacture since Dr. Huffman and Kratschmer disclosed their novel 
process for producing macroscopic quantities, i.e., visible quantities of fullerenes, e.g., 
•=C«rand C70, as disclG3ed---«-&^'^jc«v-*^*is& •appH&a*ien-<ar l d • in- their publication in 
Nature (1990) identified elsewhere in this Declaration and I am familiar with the use of 
the term "macroscopic quantities" in this field and, in general, in the . scientific and 
academic communities. 

10. I have read and reviewed the subject patent application, including the pending 
claims. It is my understanding that the subject application discloses, among other things, 
a process of producing fullerenes including C60 and.C7ohi macroscopic amounts and that, 
inter alia, U.S. Serial No. 07/580,246 includes claims directed to macroscopic quantities 
of C60 and C7o- 

11. Although the subject patent application of Dr. Kratschmer and Huffman does not 
expressly use the term "macroscopic amounts" to describe the amounts of fullerenes, e.g., 
C60 and C70 first isolated by them, in accordance with the teaching of the process 
described therein, the fullerenes,. e.g., C 6 o and C70, that were prepared in accordance with 
the process described herein, were produced in measurable amounts that were visible to 
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them, and it is my professional opinion that these amounts are inherently amounts 
definable by the term "macroscopic amounts". 



12. Fart of our research and development at MER involves the -use of various arc 
processes, plasma processes, and high temperature process to produce fine metal, 
ceramic, and carbon powders. In the course of this research and development work, 
MER has since from about 1985 to the present maintained equipment and capabilities 
that could have pioduced sooL ~f i^if \^^^ of operations and 
the use of such equipment. At MER, I regularly produced soot under arc, plasma, and 
high temperature conditions for various applications. I am also familiar with the work of 
the Nobel Laureate Sir Harry Kroto et al. al. published in Nature volume 318, No. 6042, 
14-20 November 1985. pl62. In this publication they report the detection of remarkably 
stable cluster of .60 carbon "atom" using time-of-fiight mass spectrometry in the vapor 
phase. However, they never isolated or recovered visible particle of C(,o and C70. and did. 
not disclose a process that would teach or lead others to do so. It is noted they reported 
the following "If a large-scale synthetic route to this C60 species can be found, the 
chemical and practical value of the substance may prove extremely high". 

13. On or about September 18, 1990, MER received and executed confidentiality 
agreement from RCT regarding disclosure to MER of Huffman's et al. al. discoveries. 

14. On or about September 20, 1990, Dr. Huffman of U of A and Mr. Jacobs of RCT 
visited MER Corporation to. further discuss proactive strategy concerning an arrangement 
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to license from RCT under the Huffman et. al. invention to produce fullerenes at MER 
and to capitalize on the fullerene discovery of Dr. Huffman et al., and to discuss in details 
the production and the separation of fullerenes from the vaporized carbon utilizing the 
Huffman et al. discoveries. 

15. On October 9, 1990, Dr. Withers, CEO of MER, and I visited Dr. Huffman's 
laboratory and observed his apparatus and witnessed the operation of his apparatus for 
vaporization of carborr,-^d^rodacti&y In 
many respects, Dr. Huffman's apparatus was very similar to much of the equipment at 
MER; however, MER had not used their equipment to produce fullerenes prior to the 
Huffman et. al. invention. The operating conditions for such equipment and the 
realization of the existence of fullerenes in the soot were the missing elements, not only 
from MER's viewpoint, but also from that of all other researchers prior to the Huffman 
et. al. invention. The equipment- of MER and others will not produce inherently fullerene. 
and even if produced it was not known that it could be recovered as it was later taught by 
Dr. Kratschmer and Huffman. All researchers in this field either produced soot under 
high vacuum conditions, without sufficient concentration of carbon vapor, at low 
pressure, or without sufficient cooling or combination of these conditions to produce 
recoverable fullerenes in the soot. These conditions resulted in product that does not 
contain fullerenes. Even though it appears simple to the uninformed, especially in 
hindsight, the process of Dr. Kratschmer and Huffman as described in the subject 
application, is a remarkable discovery, which produced a high density of vapor of carbon' 
as described on page 4 of the subject application which resulted in the formation of 



macroscopic amounts of fullerenes by their method. From 1985, when Dr. Smally et. al. 
at Rice University discovered the existence of C 6 o and C70 atoms by spectrographic 
analysis of a vapor (see paragraph 12 above), until Dr. Huffman et. al. published their 
discovery in 1990 no one else realized how to produce and recover macroscopic 
quantities of these fullerenes, despite the availability of equipment that could have been 
used for this purpose. 

, 16. I directed' experiments produced 
MER, and we also built additional low vacuum equipment based on the Kratschmer and 
Huffman method described in the subject application and produced macroscopic 
quantities of soot and fullerene. We separated the fullerene according to their teaching. 
From a similar apparatus as that described in the subject application, but operated for 
sufficient time, we were able to offer for sale to the research community fullerenes 
including pure (90%+) C 60 and C70 by November 1990. 

We have since developed computer control, fully automated reactor equipment using 
Kratschmer and Huffman's teaching in the subject application and we optimized the 
process to maximize the yield of fullerenes. 

17. I repeated exactly the Huffman et. al. process according to the teaching described 
in the subject application including example 1 using V* inch in diameter graphite rod, at 
100 torr Helium, using 100 ampere dc current. This graphite vaporized, and the vapor 
was condensed on a water cooled surface. The vaporization was performed for 50 
minutes using about 17 cm length of the graphite rod and produced 12 gram of soot. The 



fullerenes were recovered using tolerene and the amount of fullerene was determined. 
The yield of fullerene was about 8 to 10%. Accordingly, the total recoverable fullerenes 
was over 1.2 grams with over 900 mg of C 6 o and over 200 mg of C?o and the remaining 
other fullerenes. 

According to the teaching in the subject application where they vaporized a V" 
graphite rod with 1 cm length, the inventor must have produced at least about 600 mg of 
soot that contains admixture of at least 63 mg of fullerenes that contain at least about 50 
* 'mg of C 60 and at least about 10 'rag' bt^ 
seen by the naked eye, as also indicated by the inventor that "heavy block coating on 
collecting substrates and/or on the walls of the chamber which can be easily scraped off 
for the recovery step." Also, the 60 mg of fullerene certainly can be seen by the naked 
eye and it is measurable. Furthermore, the 45 and 10 mg of C 6 o and C 70 respectively are 
also measurable, in today modern laboratory facility amount as low as 0.1 mg can be 
measured, and can be seen by the naked eye. . 

The same conclusion can be reached by simply calculating the mass of the rod 
vaporized in Kratschmer et al. subject application, including example 1, which is easily 
determined from the diameter of the graphite rod they used (1/4"), the length (1 cm), and 
typical density of the type of graphite used for graphite vaporization (2.0 g/cc). This 
calculation estimates that about 633 mg of soot containing fullerenes was produced by 
Kratschmer et al, which is certainly macroscopic and in agreement with the above- 
presented experimental data. 

Moreover, if a longer graphite rod were used, the amount of C50, C70 and other 
fullerenes produced would even be greater, as shown herein above. 
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18. It is in my opinion that the inventors of this subject application were the first to 
isolate and recover a measurable or macroscopic amount of fullurenes, and to teach 
others to do so. Their, description in the application is clearly understood by ordinary 
skilled artisans, and when repeated by us allowed us to produce visible, measurable 
commercial quantities of fullerene product, commonly described as "macroscopic 
quantities". 

it'-V-.-*-. i 

19. It is also in my opinion that the inventors produced "macroscopic amounts" as 
used in the claims as clearly understood by the ordinary skilled artisan, and supported by 
the above. The term is commonly used to connote that amount which can be seen easily 
with the naked eye. This opinion is corroborated by the usage of this term by others in 
the fullerene field to describe the fullerene product produced by the process invented by 
Drs. Kiatschmer and Huffman, for example, see the statement appearing at Column 1, 
lines 58-61 in U.S. Patent No. 6,077,40 i issued June 20, 2000, on an application filed 
August 15, 1994, which is as follows: 

"All of these applications have been discovered since the first 

macroscopic amounts of the most common fullerene, C6o, 

were isolated in 1990 [Kratschmer, et al., Nature 347, 354 (1990)]." 
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The cited quote from the Fields et. al. patent also corroborates the common understanding 



of those familiar with the fullerene art that they were the first persons to produce 
fullerenes in macroscopic quantities and to show others how to do so. 

For the convenience of the patent and trademark office, I have attached hereto as 
Exhibit 2 the cited patent. 

I further declare that all statements made herein of my own knowledge are true, 



all statements made on information and belief are beliisv^dl<3rbe v MC-'l~aclm6wieQge ' 



that willful false statement and the like are punishable by fine or imprisonment or both 
(18 U.S.C. §1001) and may jeopardize the validity of the application or any patent 
issuing thereon. 





Date 



Raouf O. Loutfy, Ph.D 



Signed in Tucson, Arizona 
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Exhibit #1 

Curriculum Vitae of Dr. RAOUF O. LGUTFY 



EDUCATION 

Diploma Business Administration, McGill University, 1976 

Ph.D. PhysicalChemistry/Elecrxohemistry, University of Western Ontario, 1971 

M.Sc. Solid State,, American University, 1966 

B.Sc. Applied Chemistry, Cairo University, 1964 

PROFESSIONAL EXPERIENCE 

._Um~.P«ae&<U.« — r-OA;jacr:ikriiacafca^NmY.Qrk,N.Y. 

Responsible for technical direction of this joint venture between MER, Mitsubishi 
Corporation, and RCT Corporation for the commercialization of Fullerene and Fullerene 
based materials. 

1985 - Present President, MER Corporation, Tucson, Arizona 
Responsible for developing advanced programs and technologies, managing research and 
development group, contract administration and financial responsibilities. Produced SiC 
whiskers, SiC Fibers, ceramic-ceramic composites, advanced lithium-ion battery 
technology, low cost bipolar plates for fuelcell. Lead a group to develop scale-up 
production of fullerenes, and its applications development. 

1986 - 1988 President, Keraraont Research Corp., Tucson. AZ 
Responsible for building the infrastructure (equipment, personnel, and projects) for 
advanced materials research organization with emphasis on electronic ceramics, 
aluminum nitride substrates reinforcements (SiC w> SiC f and TiB2 w ) and composites 
(ceramic-ceramic, and metal-ceramic, and intermetallic ceramic). 

1981 - 1985 Research Advisor, ARCO Metals/ARCO Chemical Company, Tucson. AZ 
Major responsibility in the development of advanced technology to produce primary light 
metals and advanced materials, and to provide company-wide support in area of 
■t expertise. These efforts result, amongst others, in a commercial plant for the production 

of high purity alumina. 

1977-1981 Group Leader, Chemical Eng. Div., Argonne National Laboratory, IL 
The major responsibility, as a group leader of the Electrolytic Technology Research 
Group, was to develop and implement a plan for the electrochemical technology for 
energy and resource saving. This was achieved by supporting and conducting research 
and development to improve industrial processes and identifying and developing new 
concepts of low energy alternative technologies. A second responsibility is the technical 
management of contracts in the electrolytic area and contracts for developing batteries for 
load-leveling applications. 

1972-1977 Group Leader, Noranda Research Center, Pointe Claire, Quebec 

In charge of developing advanced pyro metallurgical and electrometallurgical processes 
to improve plant operations and profitability. Those efforts led to the development of 
DS A anodes for metal winning, and a new oxidant for zinc purification process. 
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AWARDS 



TITLE OF AWARD DATE PRESENTED BY REASON FOR AWARD 



Industrial R&D 100 


1990 


Corporate Entrepreneur 


1990 


of the year 




Industrial R&D 100 


1991 


Product of the Year 


1991 


Industrial R&D 100 


1996 


Tibbetts Award 


1998 


Tibbetts Award 


2001 



R&D Magazine 
AHN 

r 

R&D Magazine 
AIN 

R&D Magazine 

SBA 

SBA 



Development of SiC Fibers 
Most Number of Gontract Won 
in Arizona 

Development of SiC Whisker 

Fullerenes Production 

PDS Powder 

SBIR Commercialization 

Commercialization of Fullerene 



PUBLICATIONS AND PATENTS 

.v. Jl4.JXS.„p^ . .... 

• 12 patent disclosures 

• 90 articles published 

• A chapter on Hydrogenated Fullerene in the Encyclopedia of Technology 

• 2 books, both on Fullerenes: 

D. Koruga, S. Hameroff, J. Withers, R.O. Loutfy, and M. Sundareshan 
"Fullerene, C60: History, Physics, Nanobiology, and Nano technology" 
Elsevier Science Publishing Co. New York, NY 1993. 

"Perspectives of Fullerene Nanotechnology", edited by Eiji Osawa, Kluwer 
Academic Publishers, February 2001. 

The specific Chapters are: 

1. R.O.Loutfy, A. Moravsky, A. Franco, and E.Veksler "Physical Hydrogen Storage on 
Nanotubes and Nanocarbon Materials" 

2. R.O.Loutfy, S.Katagiri "Fullerene Materials for Lithium-ion Battery Applications" 

3. R.O. Loutfy, S. Hossain, A. Moravsky and M. Saleh "Nanotubes as Anode Material 
for Lithium-ion Batteries" 

4. Raouf 0. Loutfy and Eugene M. Wexler "ABLATIVE AND FLAME-RETARD ANT 
PROPERTIES OF FULLERENES" 

5. R.O. LOUTFYJ. C. WITHERS, AND M. ABDELKADER "Development of Carbon 
Nanotube - Polymer Composites" 

6. Raouf O. Loutfy, J.C. Withers and Stevan T. Dimitrijevic "USE OF FULLERENES 
AND CARBON NANOTUBES FOR FABRICATION OF EFFICIENT ELECTRON 
FIELD EMITTERS" 

7. Raouf O. Loutfy, Eugene Weksler, and Weijiong Li "UNIQUE FULLERENE- 
BASED HIGHLY MICROPOROUS CARBONS FOR GAS STORAGE" 

8. Raouf O. Loutfy, Timothy P. Lowe, Alexander P. Moravsky, and S. Katagiri 
"Commercial Production of Fullerenes and Carbon Nanotubes" 

9. Raouf O. Loutfy, Eugene Weksler "GAS PHASE HYDROGENATION OF 
FULLERENES" • - 
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10. Raouf 0. Loutfy, Eugene Weksler "HYDRO GEN ATION OF ALKALI METAL - 
DOPED FULLERENES" 

1 1 . RO.Loutfy, and M.Hecht "Aligned Carbon-Nanotubes for Sensor Applications" . 

12. Raouf 0. Loutfy, Eugene Weksler "ADVANCED THERMAL PROTECTION 
COATING USING FULLERENES" 

Other Fullerenes Publications: 

S. Seraphin, J.C. Withers,. RO.Loutfy, et al, "TEM Studies of Nanotubes and Graphite 
Particles", Symposium of the Arizona Fullerene Consortium, November 6, 1992. 

S. Seraphin, J.C. Withers, et al, "TEM Study of Carbon Nanotubes Produced by Various 
Processing Conditions," to be presented a John M. Crowley Symposium, Arizona State 
University, January 5-8, 1993. 

S. Seraphin, JJiao, D. Zhou, J.C. Withers, R.O. Loutfy, "Effect of Processing Conditions on, 
the Morphology and Yield of Carbon Nanotubes," Carbon, Vol 3 1 , No 5, 685 (1993). 

S. Seraphin, J. Jiao, D. Zhou, J.C. Withers, R.O. Loutfy, "Yttrium Carbide in Nanotubes," 
Nature, Vol. 362, April 8, 503 (1993). 

J.C. Withers,' RO. Loutfy, K.Y. Donaldson, D.P. Hasselman, "Thermal 
Diffusivity/Conductivity of Compacts of C 60 Buckminsterfullerene and a C60/C70 Mixture, 
"J.Am. Cerm. Soc, Vol 76, No 3, -754 (1 993). 

D. Koruga, J.S. Kustic, M. Trifunovic, S. Jankovic, S. Hameroff, J.C. Withers, RO. Loutfy, 
"Imaging Fullerene C60 with Atomic Resolution Using a Scanning Tunneling Microscopy", 
J. of Full. Science & Technology, Vol 1, 93 (1993). 

RO. Loutfy, J.C. Withers, "Fullerene & Electrochemical Hydrogen Storage" abstract 2145, 
Electrochem. Soc. Mtg, Hawaii, (1993). 

J.C. Withers, R.O. Loutfy, "Production Process for Fullerenes, Review" Abstract #2127 
Electrochem. Soc. Meeting, Hawaii (1993). 

T. Yadav, S. Seraphin, D. Zhou, J.C. Withers, RO. Loutfy, "Catalytic Growth of 
Buckyonions," in preparation 

S. Supapan, D. Zhou, JJiao, M. Minke, S. Wang, T. Yadav, J.C. Withers, RO. Loutfy, "The 
Effect of Pt, Pd and Ni on the Synthesis of Carbon Clusters," in preparation 

J.C. Withers, C. Pan, RO. Loutfy, "Fullerene Price: How Low Will They Be?" 
Electrochemical Society Mtg., San Francisco, Abstract 1216,(1 994) 



Contracts 



DOE contract #DE-FG02-92ER81272, "The Development of a Process to Synthesis 
Tubular Fullerenes", Phase II, July 92 

DOE contract #DE-FG02-91ER81095, "Novel C 60 Electrodes for Advanced 
Electrochemical Sensors", Phase I, Sept 91. 

ARMY contract #DAAH04-93-C-0004, "Novel Materials for Hydrogen Supplies and 
Storage for Fuel Cells, Phase I, Jan 93. 

ARMY contract #DASG60-93-C-0003, "Use of High Energy Lasers for Materials 
Synthesis", Phase I, Nov 92. 

NASA .contract #NAS5-32430 .G<riA»rA,J!AJ^}.riJ$&^w-.JfyMfe Electrode for Ni- 
Metal Hydride Batteries", Phase L Dec 92. 
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Applicant (s) ; Doaald R. Huffman et al Examine ' „ 

»..«ia. ±ocamin«r : P. DiMauro 

Serial No.: 08/235,533 _ : - . 

Art Unit: 1103 

Piled: May 2. 1994 - . 

Docket: 7913 zazy 

For: NSW FORM OF CARBON 

Assistant Commissioner for Patents 
Washington/ DC 20231 

SUPPLEMENT A L T lTirT. A BATION OP HAg QLg W 1 ra OTO 

3 7_C.F.R. Q JV ? • ~ 

I, HAROLD 'W. . KROTO, PH.D., declare and say as' " ^ 

, follows : 

1. I am the Royal society Research Professor in the 
school of Chemistry and Secular' Sciences at the diversity of 
Sussex. Brighton. United Kingdom (one of only twenty such 
: appointments in the united Kingdom, . . In addition . 
awarded over one dozen honorary deuces free various 
universities. i». ls „. z , along wich Robert curl and Richard 
. valley. received th e Nobel Prira in Chemistry for our 

. discovery of fullerenes. Earlier that year I „ a , 

year, 1 was also awarded 

Knighthood for my contributions to chemistry. For the 
convenience o£ th9 nnitad stat9s pat£nc ^ ^ ,. 

Have attached hereto as Exhibit x :,y s.^isa,^^, uhich ' 
descries my credentials : and demonstrates my expertise incta 
area of fullerenes. 

2, X ^ intimately familiar wiy . tbe literaturs ' 
concerning, and was personally Solved ia tha searcll £or c . 
and other fullerenes. I hav a witten se vera! articles on tie 
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subject, as evidenced by the. publications" listed in Exhibit 1, 
including the first definitive and only complete review on the 
subject in Kroto, et al., in Chemical Review 1991 . 91; 1213 - 
1235. I therefore believe that it is fair to say that I am 
among the recognized experts on the subject of fullerenes. 

3. This Declaration supplements and is nor intended 
to replace the previous Declarations which were executed on 
. July 27, 1995. and June 9, 1995, the contents of which are 
incorporated herein by reference.- 

4.1 have been requested by applicants ' attorney to 
read and review the above-identified application, i.e., USSN 
08/235,933' and the pending claims therein. In addition. I have 
been requested by applicants « attorney to comment on my 
understanding of the terms "macroscopic amounts" as applied to 
fullerenes. including c M , in the claims and . to comment on 
whether, in my opinion, the underlying specification clearly 
describes a process' for making fullerenes,. including C 60 ,' in ,' 
macroscopic amounts without an undue amount of experimentation. 

5.. As requested, I have read and reviewed the above- 
identified application, including the pending claims in- the "- 
above-identified application. It is my understanding that the 
claims in the above. identified application are directed, among 
other things, to a process of producing C SB . in macroscopic 



amounts 



: €. I have been advised that there is a companion 
application, JSSN 486.659, on file in. the United States Patent 



and Trademark Office.' I have been advised that, except for the 
claims, the disclosure in the '669 application is identical to 
that of the above- identified application. 1 have also reviewed 
the pending claims related thereto. It is my understanding 
that these claims are directed, among other things, to a 
process for making fullerenes in macroscopic amounts. 

7. I have also been advised of the existence of two 
more applications , • namely USSN 580.246 and USSN 471,830.' It is 
my understanding that the former application is directed to/' ' 
among other things, C So in macroscopic amounts, while the . 
latter is directed to, among other things, fullerenes in 
...macroscopic amounts. . It is also my understanding that, except 
for the claims, the respective specifications are not only ' 
identical, >ut also are identical- to the specification of the 
above-identified. application. 

8. It is my opinion that the above -identified 
specification describes the preparation of fullerenes, 
including, . for example, C S(J , in macroscopic amounts. This is ' 
based upon my understanding of the application and my 
.repetition of ; the procedure described in the underlying 
application for producing fullerenes. including C sa , and 
isolation thereof in macroscopic amounts. 

. S- It is my opinion that the term "macroscopic . 
amounts" as used in the claims is clearly understood. by the ■ 
ordinary skilled artisan. It is my understanding that the term 
is being used in its plain and ordinary "meaning to. connote that • 
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the process described in the underlying specification produces 

fullerenes. including, for example. c,„. m TOts which ^ 

be seen easily with the naxed eye Thi « 

eye. Tiixs is consistent with the 

definitions of ■•macrosoopic", as defined in the McGraw Hill 
Dictionary of scientific and Technical Terms. 4* ed.. P . U 2S 
1985, where it is defined as "iarge enough to be observed by ': 
the naked eye." and in Kackh's Chemical Dictionary. 4* ad .. 

wherein it defines macroscopic as describing, .objects .visible ^ 

to the naked eye." 

- • 10: "Fullerenes", in my opinion, is a' term of art ! " • . 
that is also widely understood by the scientific conununity; it.- 
-was adopted .to, conveniently describe the family of caged carbon 
-lecules represented by c ;a . \ . ^ e .g. . the section . entitlfid 

"Fuilerene" in the Concise Encyclopedia of science and 
Technology, 3" ed. , Sybil P . p arJcer , ed; /■ McGraw Hill , ^ ^ ; 

P. 819 (1994), attached hereto as Exhibit 2. This section, 
.which was written by me, describes fullerenes as an -even number , 
of carbon atoms arranged in a closed hollow cage;' and 
specifically exemplifies f ullerene- 60 , or C 6a , as a species of ' 
fullerenes. However, there are other species of fullerenes, ' 
and many of those can and have been prepared by the process 
describedin the above- identified specification. 

.11.. The. above -identified application describes in 
great detail the process for producing fullerenes, including ' - 
C Sfl - As an example thereof, attention is directed to Example' 1 
on Page 16 of the above- identified application which describes 
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a process for making fullerenes, including C Sfl , by (1) 
vaporizing graphite rods in a conventional bell jar evaporator 
in the presence of an inert quenching gas, e.g., helium or 
argon, to produce carbon smoke; (2) collecting the smoke 
formed; (3) then extracting, the fullerenes, including C So , 
using benzene, or other inert solvent; (4) then, after 
evaporating the solvent, subliming the impure product; and (5) 
then collecting the sublimed product.' 

12. The specification on Pages 3-8 describes a more 
general process for preparing fullerenes, including C ca , and 
describes other means for extracting fullerenes, including C 5a 
from the smoky carbon product, including sublimation and the 
use of other non-polar solvents to extract the fullerenes, 
including C £a , from the smoky carbon product. 

13. It is my opinion that a person of ordinary skill 
in the arc in. 1990 reading the specification would understand 
the specification to be directed to the class of carbon 
structures that have come to be commonly referred to as ' 
fullerenes. There is no question that the specification 
describes, among other things, C 60 and C 7a , which are designated 
as fullefene- SO and fullerane-70, respectively. These are 
species of fullerenes. and the skilled artisan would comprehend 
that the specification is directed to fullerenes. Moreover, 
spectral data, especially mass spectra data of the smoky carbon 
product produced from the vaporization of .the elemental -carbon 
in th« inert quenching gas, in accordance with the procedure 
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described in the above- identified application, reveals that the 
smoky carbon product contains other species of fullerenes; 
although not in the abundance of £ullerene-60 or fullerene-70 
nevertheless, collectively in macroscopic amotjnts in the soot. 
Moreover, at the time of September 1930. various other hollow 
caged species containing solely carbon atoms/ now known as , 
fullerenes, had been postulated. So even if not specifically 
mentioned in the application, these other species of fullerenes 
were- inherently present in the carbon soot produced by the 
process described in the underlying application -- a fact 
verified by experimentation. Consequently, it is my opinion 
that the ordinary skilled artisan in 1990 would understand that 
the' above- identified specification is directed to, among other 
things, a process for making fullerenes, including C Sa . 

14. Moreover, it Is my opinion that the ordinary 
skilled artisan in September 1990 reading the specification 
would understand that the teachings therein were applicable for 
preparing and isolating not only c sa and C 7a , but also other 
fullerenes without an undue amount of experimentation. Thus, 
the above -identified application paves- the road for preparing 
and isolating other fullerenes species without an undue amount 
of experimentation. 

15. Moreover, the specification provides evidence in 
several instances that the inventors had produced the fullerene 
products, including C fi0 , in macroscopic amounts. For. example, 
attention is directed to Example 1 which describes the product 
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thereof in powder form as brownish -red. -Such language 
connotes, in my opinion, that the product thereof could be seen 
with the naked eye. Moreover, based upon repetition of the 



the 



process described therein, as described hereinbelow, 
process as described in the above-identified application, . 
especially in Example 1, inherently produces 'fullerenes, -e.g. , 
C so , in amounts that could be seen with the naked eye. 

-.16. Moreover, these concepts discussed in Paragraphs 
13-15. are clearly corroborated when the ordinary skilled 
artisan repeats the procedures described in the above- 
identified specification for preparing the fullerenes. 

17. Utilizing the procedure, exactly as described in 
the above-identified. application, I, have had fullerenes, : 
including c so . prepared , in macroscopic amounts on numerous 
■occasions since 1390 to the present. .'More specifically, by 
following -the procedure described in the above -identified 
.application and vaporizing graphite rods in- an atmosphere of 
.helium, forming the carbon soot therefrom, collecting the soot 
and dissolving the soot in benzene, in accordance with the 
procedure described in the above- identified application. I and 
my colleagues have prepared and identified various fullerenes. 
including, inter alia. C 50 . C 7fl , c 76 , c 7a , ^ Cgi and C ai . ^ 

18; Moreover, by following the procedure described -fj&fl 
in the above-identified application, and in accordance with the 
procedure outlined in Paragraph 17 'herein , isolated A\Q 
fullerenes in macroscopic amounts, as defined herein. For ' 
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example, utilizing the procedure outlined in Paragraph 17, I 
have found that the smoky carbon product contains 5 to 10% c 
and 1% C, c . We routinely produce the soot in 1-5 gram 



amounts 



quantities and routinely extract 100-500 milligram 
batchwise. Thus, one kilogram of sooty carbon produce 
produces, on average. lOOg of C sa , lOg of C 70 and 1 gram of 
other full erenes, such as . chose indicated hereinabove . The 
various fullerenes formed can and are isolated in accordance 
with the isolation and purification procedures described in the 
above- identified application,, without an undue amount of 
experimentation. Furthermore, the various fullerenes are 
isolated as solids, which are easily visible to the naked eye. 
•For example, in a typical experiment conducted according to the- 
procedure described in the above- identified application, C so is 
formed in about. 100 mg quantities c 70 in about 10 mg quantities 
. and the remainder in about 1 mg quantities. 

IS- Thus, by following the procedure described in 
the above- identified application; I have found that the process 
described therein inherently produces several species of 
fullerenes, including C so , in macroscopic amounts. In fact, by 
following , the procedure, of Kratschmer and Huffman,' outlined in 
the abov, identified application., crystalline material of 
fullerenes, including C So , is produced which can be seen with- 
the naked eye. 

.20. Moreover, there is additional evidence tc 
support the. statements made in Paragraph 19. 
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21. Attention is directed to an article by 
Kratschmer, et al . in Nature , 347, No. 6391, pp. 354-358-. 
(1990), attached hereto as Exhibit 3. It was the first 
publication that describes the preparation an|d isolation of 
macroscopic amounts of a compound, e.g., C sa and C 7a , having- the 
fullerene structure. 

22. It is interesting to note there are over 3,390 
publications, referring to their Nature article- Only a handful 
of papers in some fifty years of science receive this number of 
citations.- it is apparent that the Nature article has been 
cited an innumerable number of* times because various scientists 
have followed the procedures described therein to successfully 
produce macroscopic quantities of fullerenes, including C 6o . 
The fact that several thousand publications reference the 
Nature article for preparing fullerenes' adds further support 
that the procedure described in the Nature article and thus the 
present specification provides sufficient information for the 
skilled artisan to generally make macroscopic amounts of 
fullerene. including C so , without an undue amount of 
experimentation. Moreover, it is al3o attributable to the due ' 
recognition by the scientific community of Kratschmer ' s and 
Huffman's claim to have originated this method of production. 

23. The realization by Huffman and Kratschmer of 
macroscopic quantities of fullerene and the isolation and 
characterization of C sa and C 7a by the methods described in the 
above- identified application is recognized by the knowledgeable 
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scientific community as a long awaited and much needed 
breakthrough; it was surprising that relatively high yields of 
fullerene such as C 5a could be- achieved by these methods, as it 
was generally expected that infinitesimal amounts of .fullerenes 
would exist in the soot product and that it would require very 
sophisticated equipment to isolate quantities of material 
required to establish and confirm the existence of the 
products. The difficulties that, existed in the . quest for C ss 
are well elaborated in the article entitled "Fullerenes" by 
Robert F.' Curl and Richard E. Smalley, printed in Scientific .. 
American , Oct. 1991, pp. 54-62 attached hereto as Exhibit 4. 

24. Although the discovery described in the Huffman 
and Kratschmer application may seem simplistic to the 
uninformed, especially in hindsight, their discovery was quite 
• renj arkable. The Xratschmer- and Huffman method described in the. 
above -identified application is all the more remarkable for the 
fact that so simple a procedure so readily, produces large 
amounts of fullerenes. This . is readily appreciated if one . 
considers the historical perspective. Even since the detecti 
of C S0 by the collaborative efforts of the Smalley and Kroto 
groups in 1985. as described in the article in Nature , 1985 . 
318, 162-163, attached hereto as Exhibit 5. experts, such as 
Drs. Smalley and myself , both together and separately worked to 
prepare fullerenes on a larger scale. For five long years, 
many attempts were tried, but each was unsuccessful. Finally, 
to my expert knowledge, one group, Huffman and Kratschmer, was 



on 
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the first to find and publish a methodology capable of 
producing- and isolating fullerenes, such as C ia , in macroscopic 
amounts. This methodology is described in their application 
and satisfied a long felt need in this area. 

25. Furthermore, one should not underestimate the 
significance ■ of their discovery. For the first time, 
scientists were able to produce and work with samples of 
. fullerenes. They were able to confirm the theoretical • 
prediction about fullerenes and continue to explore new 
properties of same. Their discovery spawned enormous 
scientific interest, as evidenced by the 3390 citations to the 
Nature article in Exhibit 3 for making fullerenes. .As a 
consequence, innumerable investigations and studies relating to 
fullerenes were conducted, generating several thousand 
publications on the subject. In short, . I cannot emphasize . 
enough that their discovery revolutionised the area of '. 
fullerenes by making it possible for experimental researchers 
worldwide to study their chemical and physical properties. 

26. The scientific community has unanimously and 
unequivocally acknowledged and recognized that Kratschmer and ■• 
Huffman have developed a process for preparing fullerenes, 
e -g./ C So , in macroscopic amounts, and in consequence thereon 
has presented them with several awards. Even the press release 
by the Royal Swedish Academy, of Sciences regarding the Nobel 
Prize in Chemistry in 1936,, attached hereto as Exhibit . 6, 
recognizes the contribution of Huffman and Kratschmer "by 
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acknowledging that they for the first time .produced "isolable 
quantities of V . (See Page 2 of Exhibit 6) . As stated in 
the press, release: 

ft] hey obtained a mixtule of c 
and C, u _ the structures of which could be 
determined. . .The way was thus open for 
studying the chemical properties of c 
and other carbon clusters such as C 7 "c 
C„ and C a4 ...An entirely new branch of 7S ' 
chemistry developed with consequences in 
such diverse areas as astrochemistry 
superconductivity and materials 
chemistry/physics... 

.21. ■ Thus, in my opinion; there is no reasonable 
.doubt that the above-identified application describes a process 
for preparing fullerenes, including c Sa . in macroscopic amounts 
and the process described therein provides sufficient detail 
for an ordinary skilled artisan in 19?0 to make the same - 
without an undue amount of experimentation. 

28. I have reviewed pages 2-4 of the Office Action : 
issued in the above- identified application and in USSN 486, W . 
In the Office Action in the above -identified application, the- 
Office Action equates tonnage quantities with' the term 
"macroscopic". It is my opinion that such logic is 
unjustified, since the skilled artisan would not equate 
"macroscopic amounts- with tonnage quantity. As defined /. 
.hereinabove, macroscopic amounts is that amount which can be 
aeen by the naked eye. As explained hereinabove, by following 
the procedure described in the application, macroscopic amounts 
of fullerenes, including C <a , are obtained, m fact, gram 
quantities are routinely available by. the Kratschmer and 
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Huffman method described in the above-identified application, 
which amounts are in macroscopic amounts in accordance with the 
standard use of that terra. Moreover, it is my opinion that the 
embodiment in the above - identified application can be modified 
without an undue amount of experimentation to produce 
fullerenes, including C sa , in a continuous process. 

29. In USSN 486,669, the Office Action alleges that 
the application does not describe nor provide sufficient 
information to permit one skilled in the art to easily produce 
caged carbon, molecules' consisting ' solely of carbon atoms which 
are soluble in non-polar organic solvents. I disagree 
absolutely and totally. In my opinion, the term "caged carbon 
molecules consisting solely of carbon atoms which are soluble 
in non-polar organic solvents" uniquely describes fullerenes. 
and as indicated hereinabove, it is my opinion that the 
application describes' the preparation of .macroscopic ' amounts of 
fullerenes. ■ - 

30. I further declare that' all statements made 
herein of my own knowledge are true and that all statements 
made on information^ and belief are believed to be true, and 
further that these statements were made with the knowledge that 
willful false statements and the like so make are punishable by 
fine or imprisonment or both under section 1001 of Title 18 of 
the United States Code and that such willful false statements 
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may jeopardize the 
issued thereon. 



validity of the application or any patent 
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Professor Sir Harold Kroto FRS, Royal Society Research Professor 
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- usually such that all the fuel supply will pass to the engines by 
■*"~of the main tank, which is refilled as necessary from the aux- 
"»ry tanks. In case of emergency, the system selector valve may 
coined the auxiliary tanks to. the engines directly. [F.GM./J A.B.\ 

Fugacity A function introduced by G. N. Lewis to facilitate 
^application of thermodynamics to real systems. Thus, 
** i fugacities are substituted for partial pressures in the mass 
"on equilibrium constant expression, which applies strictly 
y to the ideal case, a true equilibrium constant results for 
1 systems as well. ' 

The fugacity /, of a constituent i of a thermodynamic system 
defined by the following equation (where u. is the chemical 



Jtr 



u. 1 = u. l ' + RTln/ i 



jjc^npal and jx," is a function of temperature only), in combina- 
|Hon with the requirement that the fugacity approach the partial 
e as the total pressure of the gas phase approaches zero, 
a given temperature, this is possible only for a particular value 
which may be shown to correspond to the chemical 
Hal the constituent would have as the pure gas in the ideal 
state at 1 arm pressure. This definition makes the fugacity 
Seal to the partial pressure in the ideal gas case. For real 
J£ses, the ratio of fugacity to partial pressure, called the fugacity 
coefficient, will be close to unity for moderate temperatures and 
Insures. At low temperatures and appropriate pressures, it may 
.as small as 0.2 or less, whereas at high pressures at any tem- 
- r ? ture "t can become very large. See Acttvtty (thermodynamics); 

yfWM. EQUILIBRIUM; CHEMICAL THERMODYNAMICS; GaS. [P.J.B.I 

, Jrene A molecule containing an even number of carbon 
jjtorns arranged in a closed hollow cage. The fuilerenes were 
gscoyered as a consequence of astrophysically motivated 
rvD™' 1 ^ physics experiments that were interpreted by using 
$j~"! c . architectural concepts. .Fullerene chemistry, a new 
p° that appears to hold much promise for materials develop- 
er and other applied areas, was born from pure fundamen- 
-Af° ence - Se e Carbon. 
% f'^een years after it was conceived theoretically, 

^molecule buckminsterfullerene (Q 0 or fulIerene-60) was 
P^overed serendipitously. Fullerene-60 (see illustration) is the 
cao etyRal memDer °f t^ e fuilerenes, a set of hollow, closed- 
? 3e mol ecules consisting purely of carbon. The fuilerenes can 
considered, after graphite and diamond, to be the third well- 
^'•nedallotrope of carbon. 



Fuller's earth 819 

In the fullerene molecule an even number of carbon atoms 
are arrayed over the surface of a closed hollow cage. Each 
atom is trigonally linked to its three near neighbors by bonds 
that delineate a polyhedral network, consisting of 12 pen- 
tagons and n hexagons. All $0 atoms in fulierene-60 are equiv- 
alent and lie on the surface of a sphere distributed with the 
symmetry of a truncated icosahedron. The 12 pentagons are 
isolated and interspersed symmetrically among 20 linked hexa- 
gons; that is, the. symmetry is that of a modem soccerball. The 
molecule was named after R. Buckminster Fuller, the inventor" 
of geodesic domes, whifch conform to the same underlying 
structural formula. Three | of the four valence electrons of each 
carbon atom are involved in the.sp 2 sigma-bonding skeleton, 
and the fourth p electron is one of 60 involved in a pi-delocal- 
ized molecular-orbital electron sea that covers the outside (exo) 
and inside (endo) surface of the molecule. The resulting cloud 
of pi electron density is similar to that which covers the surface 
of graphite; indeed, the molecule can be considered a round 
form of graphite. See Electron configuration; Graphite. 

Fullerene-60 behaves as a soft electrophile, a molecule that 
readily accepts electrons during a primary reaction step. It can 
accept three electrons readily and perhaps even more. The mol- 
ecule can be multiply hydrogenated, methylated, ammonated, 
and fluorinated. It forms exohedral complexes in which an atom 
(or group) is attached to the outside of the cage, as well as endo- 
hedral complexes in which an atom (for example, lanthanum 
(La), potassium (K), or calcium (Ca)l is trapped inside the cage. 




Structure of C« (buckminsterfullerene). 



Fullerene materials have been available for such a short time 
that applications are yet to be established. However, the prop- 
erties already discovered suggest that there is likely to be a 
wide range of areas in which the fuilerenes or their derivatives 
will have uses. 

Fullerene-60 was discovered as a direct result of .physico- 
: chemical investigations that simulated processes occurring in 
stars and in space. Consequently the likelihood that fuilerenes, 
in particular fullerene-60, and analogs are present in space is a' 
fascinating conjecture. . (H.w.K.1 

Fuller's earth Any natural earthy material (such as clay 
materials) which decolorizes mineral or vegetable oils to a suffi- 
cient extent to be of economic importance. It has no miner- 
alogic significance. The clay minerals present in fuller's earth 
may include montmorillonite, attapulgite, and kaolinite. 




°:vr-..- v ' ■• 

•j iP^r**-' /*„-'"?,*•.-. "'•!•>;/ .-^T;?. 



Solid C 60 : a new form of carbon 



W. Kratschmer*, Lowell D, Lamb', K. Fosiiropoulos* 
& Donald R. Huffman 1 

* Max-Planck-lnstitut fur Kernphysik, 6900 Heidelberg. PO Sox 103980. Germany 
t Department of Physics. University of Arizona. Tucson. Arizona 85721. USA 



A new form of pure, solid carbon has been syn- 
thesized consisting of a somewhat disordered 
hexagonal close packing of soccer-ball-shaped C 60 
molecules. Infrared spectra and X-ray diffraction 
studies of the molecular packing confirm that the 
molecules have the anticipated 'fullerene' struc- 
ture. Mass spectroscopy shows that the C 70 
molecule is present at levels of a few per cent. 
The solid-state and molecular properties of C so 
and its possible role in interstellar space can now 
be studied in detail. 



Following the observation that even-numbered clusters of 
carbon atoms in the range Cjo-Qoo are present in carbon 
vapour 1 , conditions were -found 2 "* for which the C&0 molecule 
could be made dominant in the large-mass fraction of vapourized 
graphite; To explain the stability of the molecule, a model was 
proposed of an elegant structure in which the carbon atoms are 
arranged at the 60 vertices of a' truncated icosahedron, typified 
by a soccer'ball. The structure, dubbed buckminsterfullerene 2 
because of its geodesic nature, has been the subject of several 
theoretical stability tests 3-6 and has been discussed widely in the 
literature. Calculations of many physical properties have been 
made, including electron energies 7 " 9 , the optical spectrum 9 , 
vibrational modes l0 " ,J , and the electric and magnetic 
properties IS-17 . There has been speculation on the possible 
chemical and industrial uses of (ref. 2), and on its importance 
in astrophysical environments 18 " 20 . Until now, it has not been 
possible to produce sufficient quantities of the material to permit 
measurement of the physical properties, to test the theoretical 
calculations, or to evaluate the possible applications. 

Some of us have recently reported evidence 21- " for the pres-- 
ence of the Coo molecule in soot condensed from evaporated 
graphite. The identification was based primarily on the observed 
isotope shifts of the infrared absorptions when 12 C was replaced 
by 13 C, and on comparison of the observed features with theoreti- 
cal predictions. The measured infrared and ultraviolet absorp- 
tion bands were superimposed on a rather large continuum 
background absorption from the graphitic carbon which com- 
prised 2*95% of the sample. Here we report how to extract the 
carrier of the features from the soot, how to purify it, and 
evidence that the material obtained is in fact primarily C M . 

Method of production 

The starting material for our process is pure graphitic carbon 
'"soot (referred to below as simply sodtPw'ith a "few percent" by'' 
weight of C 6 o molecules, as described in refs 21, 22. It is produced 
by evaporating graphite electrodes in an atmosphere of 
— 100 torr of helium. The resulting black soot is gently scraped 
from the collecting surfaces inside the evaporation chamber and 
dispersed in benzene. The material giving rise to the spectral 
features attributed to C„ 0 dissolves to produce a wine-red to 
brown liquid, depending on the concentration. The liquid is 
then separated from the soot and dried using gentle heat, leaving 
a residue of dark brown to black crystalline material. Other . 
non-polar solvents, such as carbon disulphide and carbon tetra- 
chloride, can also dissolve the material. An alternative con- 




FIG. 1 Transmission micrograph of typical crystals of the Cgo showing thin 
platelets, rods and stars of hexagonal symmetry. 

centration procedure is to heat the soot to 400 "C in a vacuum 
or in an inert atmosphere, thus, subliming the C 60 out of the 
soot (W. Schmidt, personal communication). The sublimed coat- 
ings are brown to grey, depending on the thickness. The refrac- 
tive index in the near-infrared and visible is about two. To purify 
the material, we recommend removing the ubiquitous hydrocar- " 
bons before the concentration procedure is applied (for example, 
by washing the initial soot with ether). Thin films and powder 
samples of the new material can be handled without special 
precautions and seem to be stable in air for at least several 
weeks, although there does seem to be some deterioration with 
time for reasons that are as yet unclear. The material can be 
sublimed repeatedly without decomposition. Using the 
apparatus described, one person can produce of the order of 
100 mg of the purified material in a day. 

Studies by optical microscopy of the material left after 
evaporating the benzene show a variety of what appear to be 
crystals — mainly rods, platelets and star-like flakes. Figure 1 
shows a micrograph of such an assemblage. All crystals tend to 
exhibit six-fold symmetry. In transmitted light they appear red 
to brown in colour, in reflected light the larger crystals have a 
metallic appearance whereas the platelets show interference 
colours. The platelets can be rather thin and are thus ideally 
suited for electron-diffraction studies in an electron microscope 
(see the inset in Fig. 3). 

Mass spectroscopy 

The material' has'been anal ysed'by'mass's'pectrbrn'e'tW at''severat~ 
facilities. All mass spectra have a strong peak at mass 720 a.m.u., 
the mass of C 60 . Significant differences in the spectra occur only 
at masses lower than 300 a.m.u. Most of these differences seem 
to originate from the different ionization techniques and in the 
different methods of desorbing molecules from the sample. Mass 
spectra recorded at low and high resolution are shown in Fig. 
2. The spectra were obtained using a time-of-fjight secondary-ion 
mass spectrometer 3 and a C„ 0 -£°ated stainless-steel plate. In 
the mass range above 300 a.m.u., the spectrum is dominated by 
C o0 ions and its fragments (even-numbered clusters of atomic 
carbon), and C 70 ions. In this sample, the ratio of Ci n to C 0 „ is 
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FIG. 2 tow-resolution (top) and high-resolution time-of-flight 
mass spectra of positive ions obtained from coatings of solid 
Cgo- A 5-keVAr* ion beam was used to sputter and ionize 
tfie .sample. The isotope pattern (bottom) is approximately 
that expected for Cgo molecules composed of and 13 C 
isotopes of natural abundance. ( 



—0.1. The high-resolution mass spectrum shows approximately 
the expected isotope pattern for C so . The increasing background 
in the low-resolution mass spectrum is not produced by the 
sample — such backgrounds also occur in blank measurements 
on uncoated stainless-steel substrates. 

So far, the cleanest mass spectra have been obtained when 
the material was evaporated and ionized in the vapour phase 
by electrons. In such spectra the low-mass background is sub-, 
stantially reduced and the entire mass spectrum is dominated 
by Cso ions . and its fragments. The ratio of C 70 to C M in these 
mass spectra is —0.02 and seems to be smaller than that shown 
in Fig. 2. Both ratios are of the order of those reported from 
laser-evaporation experiments 2 * 3 .. We assume, as previously sug- 
gested 24 , that the C 70 molecule also has a closed-cage structure, 
either elongated 24 or nearly spherical 23 . Further details of the 
mass spectroscopy of the new material will be published else- 
where. 

Structure 

To determine if the molecules form a regular lattice, we 
performed electron arid X-ray diffraction . studies on the 
individual crystals and on the powder. A typical X-ray diffrac- 
tion pattern of the C 60 powder is shown in Fig. 3. To aid in 
comparing the electron diffraction results with the X-ray results 
we have inset the electron diffraction pattern in Fig. 3. From 
the hexagonal array of diffraction spots indexed as shown in 
the figure, a d spacing of 8.7 A was deduced corresponding to 
the (100) reciprocal lattice vector of a hexagonal lattice. The 



most obvious correspondence between the two types of diffrac- 
tion is between the peak at 5.01 A of the X-ray pattern and the 
(110) spot of the electron diffraction pattern, which gives a 
spacing of —5.0 A. Assuming that the molecules are behav- 
ing approximately as spheres stacked in a hexagonal close- 
packed lattice with a c/a ratio of 1.633, d spacings can be 
calculated. The results are shown in Table 1. The values derived 
from this interpretation are a = 10.02 A and c= 16.36 A. The 
nearest-neighbour distance is thus 10.02 A. For such a crystal 
"structure the density is calculated to be 1.678 g cm" 3 , which is 
consistent with the value of 1.65 ±0.05 g em -3 determined by 
suspending crystal, samples in aqueous GaCl 3 solutions of- 
known densities. Although the agreement shown in Table 1 is 
good, the absence of the characteristically strong (101) diffrac- 
tion of the hexagonal close-packed structure, and the broad 
continuum in certain regions suggest that the order. is less than 
perfect. Further, X-ray diffraction patterns from carefully grown 
crystals up to 500 u.m in size with well developed faces yielded 
no clear spot pattern (in contrast to the electron diffraction 
pattern on micrometre-sized crystals). It therefore appears that 
these larger crystals do not exhibit long-range periodicity in all 
directions. 

A likely explanation for these facts lies in the disordered 
stacking of the molecules in planes normal to the c axis. It is 
well known that the positions taken by spheres in the third layer 
of stacking determines which of the close-packed structures 
occurs, the stacking arrangement in a face-centred cubic struc- 
ture being ABCABC ... whereas that in a hexagonal close- 
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FlG.-3-X-ray diffraction patterno/a microcrystalline-powder 
of Cao. Inset (upper left) is a single-crystal electron diffraction 
pattern indexed with Miller indices compatible with the X-ray 
pattern. The pattern is from a thin platelet such as those in 
Fig. 1 with the electron beam perpendicular to the flat face. 
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Assignments for a hexagonal lattice using a = 10.02 A. c = 16.36 A. 
(1/0^=3 [(h 2 +/* +k 2 )/a 2 ] +l 2 /c 2 . 

packed structure is ABABAB . . . If the stacking sequence varies, 
the X-ray lines owing to certain planes will be broadened .by 
the disorder whereas other lines will remain sharp. Such disor- 
dered crystalline behaviour was observed long ago in the 
hexagonal close-packed structure of cobalt 26 " 28 where X-ray 
diffraction lines such as (101), (102) and (202) were found to 
be substantially broadened by the stacking disorder. Reflections 
from planes such as (002) remain sharp because these planes 
have identical spacings in the face-centred cubic and hexagonal 
closerpacked structures. For the planes producing broadened 
diffraction peaks because of this kind of disorder, the following 
condition for the Miller indices (hid) has been shown to 
apply 27,29 : /i-fc=3r±l (where t is an integer) and /r±0. None 
of these broadened reflections are apparent in the Xrray pattern 
of Fig. 3. This may explain the weakness of the characteristically 
strong (101) peak. Whether or not this stacking disorder is 
related to the presence of the possibly elongated C 70 molecule 
has yet to be determined. 

In small crystals at least, the C M molecules seem to assemble 
themselves into a somewhat ordered array as if they are 
effectively spherical, which is entirely consistent with the 
hypothesis that they are shaped like soccer balls. The excess 
between the nearest-neighbour ^distance (10.02 A) and the 
diameter calculated for the carbon cage itself (7.1 A) must 
represent the effective van der Waals diameter set by the repul- 
sion of the it electron clouds extending outward from each 
carbon atom. Because the van der Waals diameter of carbon is 
usually considered to be 3.3-3.4 A the packing seems a little 
tighter than one might expect for soccer-ball-shaped C 60 
molecules. The reason for this has not yet been determined. 

In summary, our diffraction data imply that the substance 
isolated is at least partially crystalline. The inferred lattice con- 
stants, when interpreted in terms of close-packed icosahedral 
C 60 , yield a density consistent with the measured value. Further 
evidence that the molecules are indeed buckminsterfullerene 
and that the solid primarily consists of these molecules comes 
from the spectroscopic results. 

Spectroscopy 

The absorption spectra of the graphitic soot 21 " 21 showed 
evidence for the presence of Qo in macroscopic, quantities. 
Following the purification steps described above the material 
"can" be studied spectroscopically with the assurance' that the" 
spectra are dominated by C M , with some possible effects from 
C 70 . Samples were prepared for spectroscopy by subliming pure 
material onto transparent substrates for transmission measure- 
ments. Depending on the pressure of helium in the sublimation 
chamber, the nature of the coatings can range, from uniform 
films (at high vacuum) to coatings of C o0 smoke (sub-micrometre 
microcrystalline panicles of solid C„ 0 ) with the particle size 
depending to some extent on the pressure. 

Figure 4 shows the transmission spectrum of an —2-u.m-thick 
C o0 coating on a silicon substrate. The infrared bands are at the 
same positions as previously reported 21 ' 22 , '.vith the four most 
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FIG. 4 Infrared absorption spectrum of a coating. -2 u.m thick, of sojid 
on a silicon- substrate, referenced to a clean silicon substrate. Apparent 
negative absorptions are due to the coating acting in part as a non-reflecting 
layer. 

intense lines at 1,429, 1,183, 577 and 528 cm" 1 ; here, however, 
there is no underlying continuum remaining from the soot. In 
many of our early attempts to obtain pure C^, there was a 
strong band in the vicinity of 3.0 y.m, which is characteristic of 
a CH-stretching mode. After much effort this contaminant was 
successfully removed by washing the soot with ether and using 
distilled benzene in the extraction. The spectrum in Fig. 4 was 
obtained when the material cleaned in such a manner was 
sublimed under vacuum onto the substrate. The spectrum shows 
very little indication of CH impurities. Vibrational modes to 
compare with the measured positions of the four strong bands 
have been .calculated by several workers 10 " 13 . As noted pre- 
viously, the presence of only four strong bands is expected for 
the free, truncated icosahedral molecule with its unusually high ' 
symmetry. Also present . are a number of other weak infrared 
lines which may be due to other causes, among which may be 
absorption by the C 70 molecule or symmetry-breaking produced 
(for example) by isotopes other than 12 C in the C w molecule 
or . by mutual interaction of the C M molecules in the. solid. 
Weaker features at —2,330 and 2,190 cm" 1 , located in the vicinity 
of the free CO, and CO stretching modes, may imply some 
attachment of the CO; or CO to a small fraction of the total 
number of. Coo molecules. Another notable feature is the peak 
at 675 cm" 1 , which is weak in the thin-film substrates but almost 
as strong as the four main features in the crystals. We suspect 
that this vibrational mode may be of solid state rather than 
molecular origin. 
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FIG. 5 Visible-ultraviolet absorption spectra of two thicknesses of solid C 60 
on quartz. The caiculatea J positions and relative oscillator strengths for 
allowed transitions of C^o are shown on the bottom.- 



Figure 5 shows an absorption spectrum taken on a uniform 
film coated on a quartz glass substrate. The ultraviolet features 
are no longer obscured by the graphitic carbon background as 
in our previous spectra" 2 . Broad peaks at 216, 264 and 339 nm 
dominate the spectra. Weaker structures show up in the visible, 
including a plateau between —460 and 500 nm and a small peak 
near 625 nm. At the bottom of Fig. 5 we have shown positions 
and relative oscillator strengths taken from Larsson, Volosov 
and Rosen 9 calculated for the C M molecule. They also reported 
a variety of forbidden bands with the lowest energy ones in the 
vicinity of 500 nm. There seems to be a rough correspondence 
between our measurements on solid films and the allowed transi- 
tions predicted for the molecule. The possibility exists, however, 
that one or more of the absorption features shown in Ftg. 5 are 
due to C 70 . We still do not observe a band at 386 nm in our 
films, as observed 30 using a laser depletion spectroscopy method 
and attributed to the C 60 molecule. Quite similar spectra to that 
in Fig. 5 have been recorded for microcrystalline coatings 
deposited at helium pressures of 100 torr, for example. The 
peaks occur at the slightly shifted positions of 219, 268 and 
345 nm. 

Possible interstellar dust 

The original stimulus for the work 2 that led to the hypothesis 
of the soccer-ball-shaped C$n molecule, buckminsterfullerene, 
was an interest in certain unexplained features in the absorption 
and emission spectra of interstellar matter. These include an 
intense absorption band at 217 nm which has long been 
attributed to small particles of graphite 31 , a group of unidentified 
interstellar absorption bands in the visible, that have defied 
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explanation for more than 70 years 3UJ , and several strong 
emission bands attributed to polycyclic aromatic 
hydrocarbons"- 34 . Based on the visible and infrared absorption 
spectra of Figs 4 and 5, we do not see any obvious matches with 
the interstellar features. The ultraviolet band at 216-219 nm has 
a similar peak wavelength to an interstellar feature, although 
the other strong bands of the spectrum have no interstellar 
counterparts. As the influence of C 7 n. absorptions on the spec- 
trum is not yet known, a conclusive comparison with the 217-nm 
interstellar band is difficult. We note that the visible-ultraviolet 
spectrum presented here is characteristic of a solidj rather than' 
of free molecules. In addition, these new results dp not relate 
directly to absorption in the free C^, molecular ion, which has 
been envisaged" to explain the diffuse interstellar bands. 
Nevertheless, these data should now provide guidance for poss- 
ible infrared detection of the C so molecule, if -it is indeed as 
ubiquitous in the cosmos as some have supposed. 

Summary 

To our method for producing macroscopic quantities of Cso, 
we have added a method for concentrating it in pure solid form. 
Analyses including mass spectroscopy, infrared spectroscopy, 
electron diffraction and X-ray diffraction leave little doubt that 
we have produced a solid material that apparently has not been 
reported previously. We call the solid fullerite as a simple 
extension of the shortened term fullerene, which has been 
applied to the large cage-shaped molecules typified by buckmin- 
sterfullerene (Cm). The various physical and chemical properties 
of Cso can now be measured and speculations concerning its 
potential uses can be tested. □ 
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Remnants of a planet that failed to form. 
Still no technological fix for oil spills. 
What made higher life-forms possible? 



■ . • 



'. ; ' :T. ". °" 



."/ > ";--v ; "«r~ .■' ;: 

. • i , -V -**••;. .:-T * ; 




Buckyball, the third form of pure 
carbon, cages an atom in its lattice. 



Fuller enes 



These cagelike molecules constitute the third form of pure 
carbon (the other two are diamond and graphite). Ceo, the 
archetype, is the roundest molecule that can possibly exist 

by Robert F. Curl and Richard E. Smalley 



In May 0/ 1990 Wolfgang Kratsch- 
mer and his student Konatantlnoa 
Fostlropouloi arefufly mixed a few 
drop* of benzene with a specially pre- 
pared carbon aoor. The dear solvent 
turned red. 

Exdtedly, the two workers far the 
Max Planck Institute for Nuclear Phy- 
sics In Hddelberg telephoned their col- 
laborators, Donald Huffman and Low- 
ell Lamb ol the Univeriiry of Arizona 
In Tucson, who quickly repeated the 
experiment. The exdtement continued 
as the two groupi communicated dally 
by telephone and fax exchanging mea- 
mrementi of the material— lta infrared 
■ and ultraviolet spectra, its X-ray diffrac- 
tion pattern and lta mass spectrograph, 
Yes, the value: all matched those pre- 
dicted fox the 60-atnm carbon duster 
bucJanhuterfulkrene. 

Even though same theorists had ar- 
gued that this hollow, socterball-shaped 
molecule should be detectable In abun- 
dance In tuch everyday circumstances 
is a candle flame, the G*rrnan-Arneri- 
• can team had actually found it, succeed- 
ing where all others had failed. They 
were the first to observe this roundest 
of iH round molecules, and they knew 
that chemktry books and encyclopedias 
would never be quite the <*rn > How 
there were thrtt known forms of pure 
carbon: the network scrids, diamond 
and graphite, and anew class of dis- 
crete molecules— the fullerenes. 

When we heard of this breakthrough 
a few months later in Texas, we cele- 
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brated. with champagne all aro und For 
although we had to some extent been 
scooped, we had been vindicated as 
welL Five years earner we had had our 
own Eurekal experience. Together with 
our colleague Harold W. Kroto of the 
University of Sussex and our students 
James R. Heath and Sean C O'Brien, we 
had found that could be made in 1 
uniquely stable form simply by laser- 
vaporizing graphite in a pulsed jet of 
hrlhrm. We had gone on to propose 
that this extraordinary stability could 
be explained by 1 rrioleculir structure 
having the perfect symmetry of a soc- 
cerball. Because the ardutectural prin- 
ciple also underlies the geodesic dome 
invented by the American engineer 
■ and philosopher R. Buckminster Fuller, 
we named it buckmlnsterfullerene, or. 
buckyball for short. 

In addition to C«, another molecule, 
C ra , appeared to t>e quite special in 
these early experiments, we soon found 
that the stability of C_ could be under- 
stood if the molecule had also taken 
the form of a geodesic dome. As Fuller 
bad pointed out, all such domes can be 
co ruddered networks of pentagons "M 
hexagana. The 1 8 tTHantury Swiss math- 
emaOdan Lsonhard Eultr calculated 
that any such object must have precise- 
ly 12 pentagons In order to dose into 
a spheroid, . although the number of 
hexagons can vary widely. The soccer* 
ball srructure of C M has 20 hexagons, 
whereas the structure we proposed far 
C n has 25, producing a shape remlnis- - 
cent of a rugby balL 

In fact, we had found that all the 
^e^en-fflrrtbige d cM bon duawa aratcr_ _ 
auafagput 32 atoms In' ilawen'rP " 
mirkably stable (although less so than 
60 or 70\ and the evidence soon led us 
to postulate chat all these molecule had 
taken ihe structure of geodesic domes. 
Again, in honor of Fuller, it seemed 
fitting to term this entirely new data of _ 
molecules the "fullersnea." 

We later learned that such molecules 
had already been Imagined. David E. 
H. Jones, writing under the pseudonym 



"Tiaedarus* in the towSdawlirln 1966, 
had conceived 0/ 1 "hollow molecule' 
made of curled-up graphitic sheecs. Oth- 
ers had predicted ths atabtrity of C„ 
from calculations and tried— unsuc- 
cessfully— to synthesize it We, howev- 
er, were apparently the flrst to discover 
that the material could form sponta- 
neously in a condensing carbon vapor. 

Although our evidenct was sound 
and our conclusions were supported 
by exrenatvi further experiments und 
theoretical calculation*, we could not 
collect mora than a few tens of thou- 
sands of these special new molecules. 
. This amount was plenty to detect and 
prefc* with the sophisticated techniques' 
available in our laboratcry, but there 
was not enough' to see. touch or smell 
Our evidence was Indirect, much aa it 
Is for phyiidxcs who study ahuma rter. 
For now, the fuflertDes existed only as 
fleeting signals detected in our exotic 
m achin es . But is chemists, we knew . 
that the new material ought to be per- 
fectly stable. Unlike antimatter, the geo- • 
desic forms of carbon should be quite 
safe to hold In one's bare hand. Ail we 
had to do was malr^ mew of th»m — 
hflllrms and bQUcns more. 

Thus, for five yean, we had been 
searching for 1 method of pro-, 
dudng visible amounts of the 
sniff. We called our tfforts "the search 
for th* yellow vial" because quan- 
tum calculations for such a soccerball- 
ahaped carbon molecule suggested It 
would absorb light strongly only in the 
far violet part of the spectrum We 
.wjra rat,alonc,„Our.fcl nal "scccerball*... 
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proposal, published in Nacurt in I98S, 
had nude the quest one of the hottest 
In chemistry. 

In oar laboratory we collected the 
jooty carbon produced by the vapor- 
ization laser while using various chemi- 
cal techniques to detect tb« presence 
of 0,0- We shirrttd the soot In benzene, 
• for example, and looked for i yellow 
color. But the solution in our test tubes 
stayed dear, with boring black soot at- 
tins' oh the bottom. The community of 
duster chemists ran many more so- 
phisticate experiments but adueved 
no better result. 

Many gave up hope of ever seeing 
the yellow vtaL They reasoned that al- 
though the fullerenes may be atable, It 
was too hard to separate them from the 
other sooty material being produced ■ 
In the vaporization experiments. Per- 



haps, the workers said, some dedicated 
chemist "might ace day extract a few 
micrograms with some special solvent, 
but no one seriously expected C M to be 
avatlahle In bulk anytime soon 

In the end, the breakthrough was 
made not by chemists but by phyii- 
dsts working In a totally different 
area.' Huffman, Kritschmer and their 
students had hten engaged for decades 
in a study of Interstellar dust, which 
they isjumed to consist mainly of par- 
ticles of carbon (the most common par- 
ade-farming element). They therefore 
modeled the phenomenon m the labo- 
ratory hy vaporizing carbon and con- 
densing It In as many ways is possible. 
Optical tests figured In moat of the 
studies. (Virtually all that Is known of 
th« Interstellar dust stems from ahser- 



vaaons of how it absorbs and scatters 
starlight.) 

In 1983 the phyairisu tried evapo- 
rating a graphite rod by resistive heat- 
ing in an stmosphere of helium. They 
noticed that when the helium pro- 
sure was Just right (about a seventh 
of an atmosphere), the dust strong- 
ly absorbed wavelengths In the far ul- 
traviolet region, creating j peculiar, 
double-humped spettrum [su borrom 
lllwrratian on pagt\ S8\. Moar observ- 
ers would have missed the two blips 
on the screen, bur not Huffman and. 
Kritschmer: they had studied spectra 
of carbon dust for years without en- 
countering such an effect. Tb*y dubbed 
It their "camel" sample and wondered 
what It meant. 

Nearly three years later, in the late 
fall of 1985, Huffman read in Afaruj-* of 
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our discovery of C w and bejan to won- 
der If a hollow soccerball molecule 
"mgh't bTthe cause of 'tHeWubleliumpr' 
Yet this explanation seemed too good 
to be true, for It required that C M ac- 
count for a significant portion of the 
sample. Why would so much of the car- 
ban end up In such perfectly symmet- 
ric cages? What did the helium do to 
make it posslble7 The seeming unlikeli- 
ness of this hypothesis, together with 
some difficulty in reproducing the ex- 
periment, led the researchers to put the 
project on the back burner. 



By 1939. however, Huffman and 
ICratschmer had become convinced that 
"the "CgV "Hypothesis "oii'ghT'to be reex- 
amined. They renewed their interest in 
the camel sample, readily reproducing, 
the results of the 1983 experiments. 
This time their attention turned to 
measuring the sample's absorption of 
infrared light— the wavelengths that in- 
teract with the vibrational motion of 
molecules— in order to test the results 
against theoretical predictions that had 
by -now been made for soccerball C un . 
These predictions held that of the 174 



vibrational modes of this putadve mol- 
ecule, only 46 would be distinct, and 
" drily' four Would' a'ppeir'irr the' Infrared" """—■****.• 
range. To their surprise, they found the 
camel sample did display four sharp 
infrared absorption lines, and they ver- 
ified that the lliws were present only 
in carbon dust, produced in the special 
camel way. This finding provided strik- 
ing evidence that C M might be present 
in abundance. 

influenced by their background in 
physics, the workers initially cho«e to 
test their hypothesis by a rather In- 



56 SciXMnnc a.mctucan Ocwfrsr / 99 ] 



volvcd route. They prepared a sample 
from pure ,:i C, a heavy Isotope of car- 
ban, and verified char the extra mass 
shifted the four infrared bands In the 
way expected for so large- a molecule 
composed exclusively of carbon. Ulti- 
mately, however, they realized that the 
simplest assay followed a basic dlcrum 
of organic chemistry: like dissolves like. 
Should their sample dissolve In an aro- 
matic solvent, such as benzene, this 
would support the predicted aromacici- 
ry of C,„. Because benzene molecules 
take the shape of a ring of carbon at- 



oms. C UI would thus be seen. as a kind 
of spherical benzene. 

when the fCratschmur-HurTman xroup 
finally added benzene to their camel 
sample and saw the color red develop, 
the)- realized they were loo king at the 
first concentrated solution of fuliercnes 
es'cr seen. They evaporated the solvent 
and found that tiny crystals remained, 
which readily rcdlssolved. These crys- 
tals could be sublimed under a vacu- 
um near 40O decrees Celsius and con- 
densed on a cold microscope slide to 
form .tmooth film* of solid materials,-' 



which Kratxchmer and Huffman chris- 
tened "fullerlte." 

In thin layers the.se /llnu were yel- 
low (a fact that those of'us at Rice UruV 
versify who searched for a 'yellow vial" 
find highly gratifying): Al though it'tdcik'" 
a while to obtain precise numbers, It 
ix now known that carbon dust pre- 
pared in the camel way produces an 
cxtractable fullcrcnu mixture made up 
of roughly U percent (the soccer- 
ball). 22 percent -C ni (the rugby ball) 
and a (jrab bag of larger fulle/enes. 

Here was a new form of pure, solid 
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RJLLERENE FACTORY makes macroscopic samples La i carbon arc Tin arc-* re- 
finement of an apparacus developed by Wolfgang Krltschmer and Donald Huff- 
man— frees carbon atom* that coalesce Into sheets. Inert helium holds tha ihaau 
near the arc long enough for them to close in on themselves, farming fuLLe rents. 
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CLUSTER GENERATOR designed by one or the authors (SmaHey) produced the first 
evidence that fuflerenej can form from carbon vapor. A pulsed laser vaporizes car- 
bon: a gust of helium then sweeps the vapor Into a supersonic b*am who** expan- 
sion cools the atoms, condensing them. 
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CRUCIAL GRAPHS: In 198S the duster-beam generator showed many «v*n-num- 
bered carbon dusttri, aspf-dally C„, jugseidng that this* sp«cias am particularly 
stable The humped ultraviolet absorption spectrum led Kratschmer and Huffman 
to dnb.rt the "camel" sample: in 1990 it was shown to contain C^. 
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carbon. It is the only pure, finite form. 
The other two, diamond and graphite, 
arc actually Infinite network solids. In 
the real world, one usually deals with 
bunJa of diamond cut out cf larger bulk 
crystals. Under normal conditions, the 
surfaces of such a piece are Instantly 
covered with hydrogen, which ties up 
the dangling surface bands. Graphite Is 
much xHe same.. No.plecs of. diamond, . . 
chereforje, can ever be truly pure under 
normal conditions. The fullerenes, on 
the other hand, need no other atoms to 
satisfy their chemical bonding require- 
ments on the surface. In this sense, the 
fullerenes art the first and only stable 
forms of pure, finite carbon 

Once the Kratschmer-Huffman re- 
sults were announced at i conference 
in Konstanz. Germany, in early Septem- 
ber 1990, the race was on. The study of 
C M and the fullerenes had been tha 
province of the few select groups that 
had something like our elaborate and 
expensive laser-viporlzatlon cluster- 
beam apparatus. Now Kratschmer and 
Huffman had opened, the field to any- 
one who could procure a thrn rod of 
carbon,. a cheap power supply, a bell- 
Jar vacuum chamber and t few valvts 
and gauges. Everybody could play. 

Within a few months, many 
groups were making their own 
fullerenes, Physicists, chem- 
ists and materials -scientists thus begun 
an mterdisdplinary feeding frenzy that 
-continues to intensify as this article is 
being written [at box. on page 62]. The 
key results have been quickly repro- 
duced In over a dozen laboratories, 
some of which have applied alterna- 
tive procedures of verification as w-elL 
- Because fullerenes are readily soluble ' 
and vaporizable molecuks that remain 
stable In air, they are perfectly suited 
to a wide range of techniques. 

One of the roost powerful tech- 
niques—nuclear magnetic resonance 
(NMR}— has confirmed the single moat 
critical aspect of the soccerball struc- 
ture that all 60 carbon atoms have ex- 
actly the same relation to the whole. 
Only the truncated lcosahedral struc- 
ture we proposed for C w arranges the 
atoms so symmerrlcally as to dlstributs 
..the strain of closure equally.. Such even 
distribution makes for great strength 
and stability. Indeed, that la why we pro- 
posed the structure in the first place: It . 
explains the extraordinary stability of 
the 60-atora sc*de*. i 

Because is the mosr 'symmetric 
molecule possible in three-dimension- 
al Euclidean space. Jt is literally the 
roundest of round" molecules. Edgeless, 
chargelesa and unbound, the molecule 
spins freely, as NMR experiments show, 



mure than 100 million times a sccd..j. 
The NMR experiments also dramatical- 
ly verify that C n has the shape of a 
tiny rugby ball: at room temperature. It 
. spins rapidly about Its long axis, stop- 
ping its frantic motion only below the 
temperature of liquid air. 

High-resolution electron microscopy 
revealed these little carbon balls one at 
a time— as predicted, they spanned a bit 
more than one nanomerer (a billionth of 
_ ._■ a. meteri.. Scanning tunneling microsco- 
py showed that when C w molecules are 
deposited on a crystalline surface, they 
pack as regularly as billiard balls. X-ray 
diffraction studies demonstrated that— 
as one would expect-C M crysralllzes In 
a face-centered cubic lattice, with the 
balls a little mor,e than 10 angstroms 
apart [szt HUustratlon an page 62\. The 
crystals are as soft as graphite. Whan 
squeezed to less than 70 percent of 
their Initial volume, calculations predict 
that xhey will became even harder than 
diamond. When the pressure is relieved. 
. they are observed to spring back to their 
normal volume. Thrown against steel 
surfaces at speeds somewhat greater 
than 17,00.0 miles per hour (about the 
orbital speed of the U.S. space shut- 
tle), they are Incredibly resilient: they 
Just bounce back. 

We found that the most convenient 
way to generate fullerenes consists of 
• setting up an arc between two graph- 
ite electrodes. We .maintained a con- 
stant gap by screwing the electrodes 
toward each other as fast as their tips 
evaporated. The process worked best 
when the helium pressure was opti- 
mized and other gases, such as hydro- 
gen and water vapor, were rigorously 
eliminated. Such measures produced 
yields of dissolvable fullerenes that 
typically ranged between 10 and 20 
percent of the vaporized carbon. Yields 
as high as 45 percent have recently 
been reported. 

The only Irreducible cost appears to 
be that of the electricity needed to run 
the arc. But even the small bench-top 
generators we are now using in our lab- 
oratory provide electricity at a cost that 
amounts to only about five cents per 
gram of C (i0 . Recently It has been found 
that a sooting flame (such as that 
of a candle) can be used to produce 
substantial yields of In the long 
*©ifl,Jhis,..rruy prove the cheapest way 
.to make the material. When the first 
large-scale applications of fullerenes are ' 
found-perhaps in superconductors, 
batteries or microelectronics [see box 
on pags 5P|— the manufacturing coat' 
of C NI ivii] probably fail close to that 
of aluminum: a few dollars a pound. 
What had recently been described as 
the "most controversial molecule In the 



Cosmos" in an its way to becoming 
i bulk commodity. 

A host of questions arises out of 
this wonder. Whit exactly is the 
. helium doing? How can such 
a perfectly symmetric molecuk be. 
formed with such high efficiency out 
of the chaos of i carbon arc? And, on 
a mare personal level, where did we go 
wrany7 Why did we, and all other chem- 
ists for that matter, fall in the search for - 
the yellow vial? Our technique Involved 
helium as welL What did the Krarach- 
mer- Huffman team do that made such 
a big difference? 

We now believe the answers to these 
questions lie In the way carbon vapor 
condenses at high temperatures. Linear 
carbon chains appear to link together 
to form graphitic sheets, and the sheen 
anneal u they grow in the hoc vapor. 
Finally, stable, cagelike structures are 
favored by a key concept, which we call 
. the pentagon rule. 

Scientists had long known that when -, 
carbon Is vaporized, most of Its atoms • 
Initially coalesce into .clusters ranging- 
from two to 1 S atoms or so. The vtry 
smallest carbon molecules ars known 
to prefer essentially one-dimenslonal 
geometries. But dusters containing it ; 
least 10 atoms most commonly form a 
monocyclic ring— a kind of molecular. 
Hula-Hoop that Is especially favored at 
low temperatures. At very high temper- 
. arures, the rings break open to form ' 
units that comprise as many is 25 car- ' 
ban atoms, taking the form of linear 
chains. Such chains mlghi.be imagined ■ ' 
to look something like writhing snakes' 
as they vibrate In the hot vapor. 

(t was these linear carbon chains that 
initially got us Involved In carbon dus- 
ter studies and led to the discovery of 
Csq. Our British colleague, Harry Kroto. 
had theorized that the great abundance 
of such linear carbon chains in Inter- • 
stellar space may arise from chemical 
reactions In the outer atmospheres of 
cixbon-rlch red giant stars. la the early 
1980s one of us (Smalley) had devel- 
oped i supersonic duster-beam device 
for the general study of small dusters 
compossd of essentially any dement in 
the periodic table [see "Mlcrodusters," 
by Wichid A. Duncan and Dennis H. 
Rouvray; ScuTmnc AMEXJCan, Decem- 

ber 19391.- ' 

We produced dusters by focusing an 
Intense pulsed laser on a solid dlak of 
the element to b« studied. The local 
temperature could readily b< brought 
above 10.000 degrees C— hotter than 
the surfice of most stars and certainly 
hat enough to vaporize any known ma- 
terial. The resulting vapor was entrained 
in a powerful gust of helium, a cheml- 
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oily inert carrier gas, whichcL—.-d 
vapor so that lr could condense liuo 
small dusters. As the carrier gas ex- 
panded through a nozzle into a vacu- 
um, it generated i supersonic beam of 
clusters whose sizes could be mea- 
- sured by a mass spectrometer, 

In 1984 a group ac Exxon using a copy 
of the duster-beam apparatus devel- 
oped at Rice had been the first to study 
carbon dusters In this fashion. Their re- 
sult* strongly suggested that the linear 
carbon chains Kioto wanted to 3tudy 
ware In fact being produced In abun- 
dance. In addition, they reported a bi- 
zarre pattern among the larger clusters: 
the distribution was strikingly lacking 
in the species having an odd number 
of atoms. 

The Exxon researchers recorded but 
did not notice that two particular even- 
numbered members. C, 0 and C„, were 
somewhat more abundant than their 
neighbors [see haaom illustrarian on 
pege 53], The mysterious even-num- 
. bered distribution of dusters was sepa- 
rated from the small linear-chain distri- 
budon by what appeared. to be some- 
thing of a forbidden zone— a region of 
dusters between roughly 25 and 35 at- 
oms In size In which few If any dusters 
could be detected. 



The even-numbered .distribution 
was soon discovered to result 
from the fullerenes. In one of our 
: many studies of Kroto's linear carbon 
chains, we reproduced, the Exxon re- 
. suits but found something quite strik- 
ing about the distribution of large 
even-numbered dusters. Heath, Kroco 
; and O'Brien noUced that the 60th dus- 
. ter teemed five times more abundant 
than any other even-numbered dus- 
ter in the range between 50 and 70 at- 
oms. This differential wzs dramatically 
greater than anything that had been 
seen before. 

After much discussion, Heath and 
O'Brien spent the next weekend play- 
ing with the conditions In the laser-va- 
. porfzaflon machine's supersonic noz- 
zle. By Monday morning they had man- • 
aged to find conditions In which C 
stood our In .the . cluster distribution 
like a flagpole. By the next morning we 
had had our Eureka!, experience, and 
we were playing with every sort of toe- 
cerbail we could get our hands on. 
We found that we could explain the 
^dominance of the even-numbered cluj-' 
ten by assuming they had ail taken the ' 
structure of hollow, geodesic domes. 
They were all fullerenes. We could also 
argue that some fulierenes were mora 
anundant than othtn btcauM oi tin 
smoothness erf the clusters' surface and 
^natural grouping of pentagons. 



Pentagons provided an Important 
clue. Although hundreds of examples 
are known "in chemistry of ove-mem- 
bered rings attached to six-member ed. 
rings In i table aromatic aanpeunds (for 
- example, the nucleic adds adenine and 
guanine}, only a few occur whose two 
five-membered rings share an edge. 
Interestingly, the smallest fullercn* In 
which pentagons need not share an 
edge is C M1 - the next Ls C w Although 
C„ and all larger fullerenes can easily 
adopt structures - In which the five-'" 
memhered rings art well separated, 
one. finds that these pentagons In the 
larger fullerenes occupy strained poti- ■ 



'tio. .rhls vulnerability makes the car- 
bon atoms at such sites particularly 
susceptible to chemical attack. 

The big question, however/ was not 
why fullerenes wen stable but rather 
how they formed so nadlly In kser-w 
porized graphite. Near tht end of 198s 
we : suggested that tha process began' 
with linear chains. As the carbon vapor 
began to condense, the linear chains 
would grow long enough to flip back 
on themselves tojorm large monocy- ' 
die Hufa-Hoops. As the growth contin- 
ued, the chains would also fold Into 
mare effectively connected palycyclic 
network structures. Because graphite, 
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graphitic sheet structures as flat. A. 
ter all. the sheets are cercainly flat In 
a perfect crystal of graphite, and there 
is a huge class of very stable poh/cy- 
die aromatic hydrocarbons that are 
also flat (naphthalene and anthracene. 
. for Initancc). But these free-floating 
graphitic sheets in the condensing car- 
bon vapor have no atoms to tie up the 
dangling bonds on their edges. They 
there/ore have little reason to remain 
flat. Indeed, the physical tendency, to 
reach the lowest energy level available 
induces the sheets to eliminate their 
dangling bonds by curling up. 

We discovered a strategy— the pen- 
tagon rule— according to which the 
sheets could accomplish this feat. The 
sheets rearrange their bonding so that 
pentagons are formed, causing the net- 
work to curve and permitting at least 
one good carbon-carbon bond to re- 
place two dangling bonds. If some pen- 
tagons were good, more would be bet- 
ter. But we cautioned that it would be 
wise to avoid having two pentagons po- 
sitioned so that they shared an edge, 
since this configuration is known to be 
rather unstable. If this process contin- 
ues as the graphitic sheet grows, the 
. network will naturally curl until the op- 
posing edges meet to form the perfect 
soccerball structure. In this way, we ar- 
. gued in 1985, the formation of buck- 
•mlnsterfullerene from spontaneously • 
condensing carbon vapor might not be 
so surprising after alL 

Of course, there is no reason to ex- 
pect that all growing graphitic sheets, 
will dose up— they merely have a the- 
oretical propensity to do so. In reality, 
we expected clusters to grow too fast 
for imperfections to be corrected, so 
that the growing edge would typically 
overrun the opposite side, much like 
an overgrown toenail. Further growth 
would result in a splrallng nautilus- 
shaped, structure that would prevent 
the growing edge from ever meeting its 
opposite, which would be hopelessly 
buried on the inside of the spiral 
. This spiral shape seemed ao Interest- 
ing that we went on to suggest it may 
be formed In sooting flames and may 
in fact be the nucleus Involved In the 
formation of soot. In this scenario, ful- 
lerenes like C M and C m are rather un- 
. likely local stopping points in a curv- 
ing, splrallng growth mechanism that 
-"•ultimately results ln'soot."" 

Although this turned out to be a use- 
. ful model, which within a few years led 
to the discovery that C« and the other 
fullerenes.are in fact abundant In all 
sooting flames, to some extent It mis- 
led us. Perfect closure need not always 
be that unlikely. Granted, the curving 
process la liable to be waylaid in a can- 





LTVTNC HJLLERBra thest radlolirianj-protozoan* having siliceous skeletona- 
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die flame, where much hydrogen wan- 
ders around, tying up dangling bonds 
as It goes. These terminated dangling 
bonds would tend to frustrate the curv- 
. ing and daring mechanism. 

But In a pure condensing carbon va- 
por one may be able to prolong the pe- 
riod In which, the carbon nets remain 
open. If the temperatura is kept high 
enough, the nets will effectively anneal, 
that U, they will adopt their, most fa- 
vored form by obeying tht pentagon 
. rule. Such conditions should thus pro-' 
duce a very high yield of This is 
what we believe Kratschmer and Huff- 
man achieved By using a simple, resls- 
tively heated graphite rod they en- 
sured that the concentration of small 
linear carbon radicals would be low 
and that the graphitic sheets would 
add these chains to their edges rela- 
tively slowly. The helium was critical, 
we believe, because it slowed migration 
of these chains away from the graphite 
rod More chains lingered near the arc, 
which provided the heat they needed 
to continue to curve. 



Not only was this line of reasoning 
available to us In 198S. It wis 
a direct extension of tha growth 
model we proposed at the time. Yet the 
yellow vial, so dose to our grasp, elud- 
ed us because we did not think big. We 
were so Intent on proving the existence 
.ofj«je^d^nwkoiiu that ws.aaked,. 
ho more' of cur model' u^ that'lt ratio-" 
nalize tiny yidds of C^. Had we asked 
for more, had we considered, thi mod- 
el's logical consequences, we would 
have— at least wt should have— realized 
that we were heating and cooling the 
carbon too fast for it to anneal properly. 
• The solution would then have become 
obvious: tha whole apparatus must be 



heated so that the laser-vaporized car- 
bon plume expands further while It is 
still hot enough to anneal Sure enough, 
when we finally did this In November 
1990 by keeping the graphite target in 
an oven at 1,200 degrees C while pass- 
ing helium over it slowly, a yellow- 
brown film of C ffl and C w rapidly sub- 
limed on the lurfact of the oven. We 
found what we were looking far-five 
yean late. 

It appears, therefore, that's rather 
simple mndd 'explains the ready forma- 
tion of this brand-new class of carbon 
molecules. Amazingly, appears to 
result Inevitably when carbon condens- 
es slowly enough and at a high enough 
temperature. TMs discovery has come a 
bit later than it should have. But no mat- 
ter: now we have it. And now the real 
funeanbegtnl ' 
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■ the moat stable known form 0/ carbon, 
has Its atoms bound in Infinite hexago- 
nal sheets, we suspected that the poly- 

: cyclic necwork dusters resembled piec- 
es of such aheeti We expected It to 
look like i fragment of chicken wire. 
Like 1 cutout section of chicken wire. 



these graphitic lheeti would hive many 
dangling banda, making thjrn chemi- 
cally reactive— much more so t han the 
smaller linear rhjin« which have only 
two such bond*, one on each end The 
ahesta, therefore, would nor be expect- 
ed to be amirHjqr In the duster beama. 



Almoar aa loan as they form, they react 
with other small carbon molecules and 
grew too large to be se«a This, we be- 
lieve, explain! why there li a forbidden 
zone between the small linear-chain dis- 
tribution and the flrat small fuEerenes, 
. Chemists an condlaooed to rhi^y Qf 
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Fullerene Electronics 



urrently the most technologically Interesting prop- 
erties of bulk C H are electronic: In various com- 
pound forms it functions is an Insulator, a conduc- 
tor, 1 semiconductor and a superconductor. 

The material crystallizes when C„ molecules pack to- 
gether like Plng-Pong balls In a face-centered cubic lattice 
Calculations over the past few months have predicted that 
this new material is a direct band-gap semiconductor like 
gallium arsenide. All its units stand precisely at their posts 
In a crystalline structure. But unlike the elements of galli- 
um arsenide, the buckyballs spin freely and at random 
This disorder gives them 1 certain resemblance to amor- 
phous silicon— a constituent of Inexpensive solar cells The 
peculiar disorder within order of bulk C„ has yet to bt ful- 
ly explored, but It is expected to produce a wholly new 
kind of semiconductor.' 

Early In J 991 researchers at AT&T Bell Laboratories dis- 
covered that they could mix. or dope, C w with potassium 
to produce a new metallic phase— 1 bucklde" salt. It 
reaches Its maximum electrical conductivity when there 
are three potassium atoms to each buckyball. If too much 
potassium Is added, however, the material becomes Insu- 
lating. Subsequent work has shown that KjC 1B Is a stable 
metallic crystal consisting of a face-centered cubic struc- 
ture of buckyballs, with potassium Ions filling the cavities 
between the balls. Potassium bucklde Is the first complete- 
ly three-dimensional molecular metal. 

The Bell Lahs team further discovered that this K,C M met- 
al becomes a superconductor when cooled below I a kel- 
vlns. When rubidium Is substituted for the potassium, the 
critical temperature for superconductivity was found to be 
near 30 kelvlns. (Recently workers at AJIIed-Slgnai, Inc., de- 
tected superconductivity at 43 kelvlns for rubldlum-thalll- 
um-doped material.) Careful work at the University of Cali- 
fornia at Los Angeles has shown that the superconducting 
phase is stable and readily annealed— Imperfections can be 
smoothed away by heating and cooling. 

The material can therefore be manufactured is a three- 
dimensional superconductor, making it a candidate for 
practical superconducting wires. Early estimates of mag- 
netlc and other characteristics Indicate that these super- 
conducting bucklde salts are similar to the hlglwemfxra- 
ture superconducting ceramics made of yttrium, barium 
and copper oxide. 

m*, S m M W °L k K \ h * Un,V9 " ll V of Minnesota has shown 
..■ hat-highly ordered C, ? films can readily be grown oh cfys: 
talllne substrates, such as gallium arsenide. This attribute 
makes the film » juttable material for microelectronic fabrt- 
»TPu S " M{ul !? ?^ ar films of the KjC* superconductor 
can also be made [su micrograph at right], and the Inter- 
face between the C, a crystalline fllm and theX,C M mattrlal 
has been found to be stable, it may thus lend itself to the 
production of intricately. layered microelectronic devices. 

in order for the semiconducting properties of fullerene 
materials to be thoroughly exploited, scientists need to 



learn how to dope them selectively to make n-type and 
p-ryp« fullerene films, which donate electrons and holes 
respectively. Such doping may Involve putting ? dopant 
atom Inside the cage, either by growing the cage around 
the atom or by shooting atoms through the carbon walls 
by brute force. Small atoms, such as helium, have already 
been Injected this way Into the C M cage, and It seems like- 
ly that hydrogen and lithium are Insaruble as well. 

The versatility of bulk C M seems to grow week by week 
Ax we go to press, for example, there Is a report suggest- 
ing that fullerene complexes exhibit ferromagnetic qual- 
ities In the absence of metals, an unparalleled phenome- 
non. Alio, arldsh workers from tht undersides of Leicester, 
Southampton and Sussex have Just reported the genera- 
tion of macroscopic quantities of fully fluortnated bucky- 
balls (Cjof,.). The resulting teflon balls" may be among 
the world's best lubricants. We do not know what the ful- 
lerenea burgeoning traits will allow, but It would be sur- 
prising If the possibilities an not wonderful. 
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SUPERCONDUCTING FULLERIDE forna when buckybaUa 
are dop«d wlrh pooniunUn the ratio oi K.C. (diagram), 
producing a cryitai ihxt can be grown on a gallium in* 
nixie iubacrxtt (scaruttng tunnttinf micrograph). 
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C M : Buckminsterfullerene 

H. W. Kroto", J. R. Heath, S. C. O'Brien, R. F. Curl 
& R. E. Smalley 

Rice Quantum Institute and Departments of Chemistry and Electrical 
Engineering. Rice University. Houston. Texas 77251. USA 

During experiments aimed at understanding the mechanisms by 
which long^hain carbon 'molecules are formed in interstellar space 
and circumstellar shells', graphite has been vaporized by laser 
irradiation, producing a remarkably stable cluster consisting of 
60 carbon atoms. Concerning the question of what kind of 60- 
carboo atom structure might give rise to a superstate species, we " 
suggest a truncated icosahedron, a polygon with 60 vertices and 
32 faces, 12' of which are pentagonal and 20 hexagonal. This object 
is commonly encountered as the football shown in Fig. 1. The C^ 
molecule which results when a carbon atom is placed it each vertex 
or this structure has all valences satisfied by rwo single bonds and - 
one double bond, has many resonance structures, and appears to 
be aromatic. ■ . ■ ' v . .... .. ... 

The technique -used to pro duce and detect this unusual, 
molecule involves the ^pc{^Mon..^5r^_5^^ffbm"tKe7. • 
ftV.rfacr-OkVioIid^ 

efef^omiih 3 ™^ 

gncr gicsof-i^d.mj ?Thc resulting carbon clusters were expanded 
in a supersonic molecular beam, photqionized using an excimer 
laser, and detected by time-of.flight mass spectrometry. The 
vaporization chamber is shown in Fig. 2". In the experiment the 
pulsed valve was opened "first arid- then the vaporization laser""' 

"was fired after a' precisely controlled delay. Carbon species were"' 
vaporized into the helium stream, cooled and partially cquili- "• 
bratcd in.lhc expansion, and travelled in the resulting molecular 
beam to the ionization region. The clusters were ionized by 
direct one-photon excitation with a carefully synchronized . 
excimcr laser pulse. The apparatus has been fully described 
previously' 7 *. 

-. The vaporization of carbon has been studied previously in a 
very similar apparatus 4 . In lhat.work clusters of up to 190 carbon . 
atoms were observed and it was noted that for clusters of more 
than 40 atoms, only those containing art even number of atoms, 
were observed." In the mass spectra displayed in ref.6. the Co ' 
peak is the largest for cluster sizes of >40 atoms, but it is not - 
completely dominant. We have recently re-examined this system 
and found that under certain clustering conditions the C*, peak 
can be made about 40 times larger than neighbouring clusters. 

Figure 3 shows a scries of cluster distributions resulting from 
variations in the vaporization conditions evolving from a cluster 
distribution similar to that observed in ref.3. to one in which 
C«, ts totally dominant. In Fig. 3c. where the firing of the vaporiz- 
ation laser was delayed until most of the He pulse had passed, 
a roughly gaussian distribution oflarge. even-numbered clusters 
with 3S-120 atoms resulted. The C« peak was largest but not 
dominant. In Fig. 36, the vaporization laser was fired at the time 
of maximum helium density; the C„ peak. grew into a feature 
perhaps five times stronger than its neighbours, with the excep- 
tion of C, 0 . In Fig. 3a. ' the conditions were "similar to those in' 
Fig. 36 but in addition the integrating cup depicted in Fig. 2 
was added to increase the time between vaporization and 
expansion. The resulting cluster distribution is completely domi- 
nated by C M . in fact more than 50% of the total large cluster 
abundance is accounted for by C„; the C, 0 peak has diminished 
in relat.vc intensity compared with C^. but remains rather 
prominent, accounting for - 5% of the large cluster population. 

Our rationalization of these results is thai in the laser vaporiz- 
ation, fragments arc torn from the surface as pieces of the planar 




Fig. I A football (in the 
United Slates, a socccrballl 
on Texas grass. The C,., 
molecule featured in this 
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structure formed b> 
replacing each vertex on the 
seams of such a ball t>\ a 
carbon atom. , 



graphite fused six-mcmbcred ring structure. W e believe that the 
distribution in Fig. 3c" is fairly representative" of the nascent 
.distribution of larger ring fragments. When these hot ring clusters 
are left in contact with high-densityhelium. the clusters equili-. 
brate by two- and three-body collisions towards the most stable 
species, which appears to be a unique cluster containing 60 
• atoms." • r ". -. >. — — .- r - . 

When one thinks in terms - of the ma - ri'yTused-'rihg"s"bmers 
with unsatisfied valences at the edges that would naturally arise 
from a graphite fragmentation, this result seems impossible: 
- there is not much to choose between such isomers in terms of 
stability. If one tries to shift to a tetrahedral diamond structure, 
the entire surface of the cluster will be covered with unsatisfied 
■valences. Thus a search was made for some other plausible 
structure which would satisfy all sp : valences. Only a spheroidal - 
structure appears likely to satisfy this criterion, and thus Buck- 
minster FullcVs studies were consulted (see. for.example. ref. 
7 V A n _ unuSua Jly beautiful |anaj>rgbably unique) choice is the 
truncated icosahedron depicted in Fig! 1. As'mentioned above. ■ 
all valences are satisfied with this structure, and the molecule 
appears to be aromatic. The structure has the symmetry of the 
icosahedral group. The inner and outer surfaces are covered 
with a sea of - electrons. The diameter of this C M molecule is . 
-7 A. providing an inner cavity which appears to be capable 
of holding a variety of atoms*. 

Assuming that our somewhat speculative structure is correct, 
there are a number of important ramifications arising from the 
existence of such a species. Because of its stability when formed 
under the most violent conditions, it may be. widely distributed 
in the Universe. For example, it may be a major constituent of 
circumstellar shells with high carbon content. It is a feasible 
constituent of interstellar dust and a possible major site for 
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Fig. 2 Schematic diagram of ihe pulsed supersonic nozzle used 
lo generate carbon cluster beams. The integrating cup can be 
removed at the indicated line. The vaporization laser beam (J0- 
40 mJ at 532 nm in i Vns pulscl is focused through the nozzle, 
striking a graphite disk. » hich is routed slowly to produce a smooth 
vaporization surface. The pulsed nozzle pavves high-density helium 
over this vaporization zone. This helium carrier gas provides ihe 
thermalizing collisions necessary to cool, react and cluster. ihe 
species in the vaporized graphite plasma, and ihe wind necessary 
to carry the cluster products through ihe remainder of ihe nozzle. 
Free expansion of this clusierladcn gas at ihe end of the nozzle 
forms a supersonic beam which is probed m downstream with 
a time of-flighi mass spectrometer. 




4 * 52 60 63 76 8 4 
No. o' carbon atoms per cluster' 

Fig. 3 Time-of-flight mass spectra of carbon clusters prepared by 
laser vaponzat.on of graphite and cooled in a supersonic beam. 
Ionization was effected by direct one-photon excitation with an 
ArF exener laser (6.4 eV. 1 mj cm" 1 ). The three spectra shown 
diffcrin the extent of helium collisions occurring in the supersonic 
nonle. ln c. the effective helium density over the graphite target 
was less than 10 torr-^he observed' cluster distribution here is 
believed to be due S1 mply to pieces of the graphite sheet ejected 
in the primary vaporization process. The spectrum in b was 
obtained when roughly 760 torr helium was present over the 
graphite target at the time of laser vaporization. Tne enhancement 
orc M and C,o is believed to be due to gas-phase reactions at these 
h.gher clustering conditions. The spectrum in a was obtained by 
maximizing these cluster thermalization and cluster-cluster reac 
t.ons in the •.niegraoon cup' shown in Fig. 2. The concentration 
of cluster species in the especially stable C„ form is the prime 
experimental observation of this, study. 



surface -catalysed chemical, processes which lead to the form, 
t.on of mterstellar molecules. Even more specula ively 7 
or a f dcnva«,vc.m,ght be .he carrier of ,he diffuse internet 

If a large-scale synthetic route to this C M species can be found 
<h chemical and practical value of the substance may prove 
extremely high. One can readily conceive of C M derivatives of 
many k.nds-such as transition metal compound! for 
example. C M Fe or halogcnated species like C M F M which might 
be a super-lubncant. W e also have evidence that an atom (such 
as lanthanum and oxygen 1 ) can be placed in the interior 
producing molecules which may exhibit unusual properties For 
example the chemical shift in the NMR of the central atom 
should be remarkable because of the ring currents. If stable in 
macroscopic condensed phases, this C M species would provide 
a topolog.cally novel aromatic nucleus for new branches of 
organic and inorganic chemistry. Finally, this especially stable 
and symmctncal carbon structure provides a possible catalyst 
chcm < isti ntCnn<:d ' ate t0 bC COnsidered in mod ="'ng prebiotic 
We are disturbed at the number of letters and syllables in the 
rather fanciful but highly appropriate name we have chosen in 
the title to refer to this C„ species. For such a unique and 

would be useful. A number of alternatives come to mind (for • 
example ballene. sphcrene. soccerene. carbosocccr). but we 
rprelcr to let tins issue of nomenclature be settled by consensus 
We thank Frank Tittel. Y. Liu and Q. Zhang for helpful 
discussions, encouragement and technical support. This research ' 
was supported by the Army Research Office and the Robert A. 
Welch Foundat.on. and used a laser and molecular beam 
apparatus supported by the NSF and the US Department of ' 
■?PBr\iv acknowled S« tr^el support provided by 
SERC UK- J.R.H. and S.C.O'B. are Robert A. Welch Predoc- 
toral Fellows. 
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Press Release: The 1996 Nobel Prize in Chemistry 

KUNGL. VETENSKAPSAKADEMIEN v 

THE ROYAL SWEDISH ACADEMY OF SCIENCES 



9 October 1996 



The Roval Swedish Academy of Sciences has decided to award the 1996 Nobel Prize in Chemistry to 

Professor Robert F. Curl, Jr., Rice University, Houston, USA, 
Professor Sir Harold W. Kroto, University of Sussex, Brighton, U.K., and 
Professor Richard E. Smalley, Rice University, Houston, USA, 

for their discovery of fullerenes. 



Note: This document is made for Netscape 2.0 or later, and some of the chemical formulas might not appear as intended using 
other browsers. • 



The discovery of carbon atoms bound in the form of a ball is rewarded 

New forms of the element carbon - called fullerenes - in which the atoms are arranged in closed shells 
was discovered in 1985 by Robert F. Curl, Harold W. Kroto and Richard E. Smalley. The number of 
carbon atoms in the shell can vary, and for this reason numerous new carbon structures have become 
known.. Formerly, six crystalline forms of the element carbon were, known, namely two kinds of graphite, 
two kinds of diamond, chaoit and carbon(VI). The latter two were discovered in 1968 and 1972. 

Fullerenes are formed when vaporised carbon condenses in an atmosphere of inert gas. The gaseous 
carbon is obtained e.g. by directing an intense pulse of laser light ai a carbon surface. The released carbon 
atoms are mixed with a stream of helium gas and combine to form clusters of some few up to hundreds 
of atoms. The gas is then led into a vacuum chamber where it expands and is cooled to some degrees 
above absolute zero. The carbon clusters can then be analysed with mass spectrometry. 

Curl, Kroto and Smalley performed this experiment together with graduate students J.R. Heath and S.C. 
OBrien during a period of eleven days in 1985. By fine-tuning the experiment they were able in particular 
to produce clusters with 60 carbon atoms and clusters with 70. Clusters of 60 carbon atoms, C fi0 , were the 

most abundant. They found high stability in C fi0 , which suggested, a molecular structure of great 

symmetry. It was suggested that C 60 could be a "truncated icosahedron cage", a polyhedron with 20 

hexagonal (6-angled) surfaces and 12 pentagonal (5-angled) surfaces. The pattern of a European football 
has exactly this structure, as does the geodetic. dome designed by the American architect R. Buckminster 
Fuller for the 1967 Montreal World Exhibition. The researchers named the newly-discovered structure 
buckminsterfullerene after him. 
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The discovery of the unique structure of the C fi0 was published in the journal Nature and had a mixed 
reception - both criticism and enthusiastic acceptance. No physicist or chemist had expected that carbon 
would be found in such a symmetrical form other than those already known. Continuing'their work 
during 1985-90, Curl, Kioto and Smalley obtained further evidence that the proposed structure ought to 
be correct. Among other things they succeeded in identifying carbon clusters that enclosed one or more 
metal atoms. In 1 990 physicists W. Kratschmer and D.R. Huffman for the first time produced isoiable 
quantities of C 60 by causing an arc between two graphite rods to bum in a helium atmosphere and 
. extracting ithe carbon condensate so formed using an organic solvent. They obtained a mixture of C and.. 

I ^ 60 

C 7Q , the structures of which could be determined. This confirmed the correctness of the C fiQ hypothesis. 
The way was thus open for studying the chemical properties of C fiQ and other carbon clusters such as C 70 , 
C ;6 , C 78 and C g4 . New substances were produced from these compounds, with new and unexpected 
properties. An entirely new branch of chemistry developed, with consequences in such diverse areas as 
astrochemistry, superconductivity and materials chemistry/physics. 

Background 

Many widely diverse research areas coincide in the discovery of the fullerenes. Harold' W. Kroto was at 
the time active in microwave spectroscopy, a science which thanks to the growth of radioastronomy can 
be used for analysing gas in space, both in stellar atmospheres and in interstellar gas clouds. Kroto was 
particularly interested in carbon-rich giant stars. He had discovered and investigated spectrum lines in 
their atmospheres and found that they could be ascribed to a kind of long-chained molecule of only 
carbon and nitrogen, termed cyanopolyynes. The same sort of molecules is also found in interstellar gas 
. , clouds. Kroto's idea was. that these carbon compounds had been formed in stellar atmospheres, not in 
clouds. He now wished to study the formation of these long-chain molecules more closely. 

He got in touch with Richard E. Smalley, whose research was in cluster chemistry, an important part of 
chemical physics. A cluster is an aggregate of atoms or molecules, something in between microscopic 
particles and macroscopic particles. Smalley had designed and built a special laser-supersonic cluster . 
beam apparatus able to vaporise almost any known material into a plasma of atoms and study the design 
and distribution of the clusters. His paramount interest was clusters of metal atoms, e.g. metals included 
in semiconductors, and he often performed these investigations together with Robert F. Curl, whose 
background was in microwave and infra-red spectroscopy. 

Atoms form clusters 

When atoms in a gas phase condense to form clusters, a series is formed where the size of the clusters 
varies from a few atoms to many hundreds. There are normally two size maxima visible in the 
distribution curve, one around small clusters and one around large. It is often found that cer-tain cluster 
sizes may dominate, and the number of atoms in these is termed a "magic number", a term borrowed 
from nuclear physics. These dominant cluster sizes were assumed to have some special property such as 
high symmetry. 

Fruitful contact 

.Through his acquaintanceship with Robert Curl, Kroto learned that it should be possible to use Smalley's 
instrument to study the vaporisation and cluster formation of carbon, which might afford him evidence 
that the long-carbon-chain compounds could have been formed in the hot parts, of stellar atmospheres. 
Curl conveyed this interest to Smalley and the result was that on 1 September 1985 Kroto arrived in 
Smalley's laboratory to start, together, with Curl and Smalley, the experiments on carbon vaporisation. In 
the course of the work it proved possible to influence drastically the size distribution of the carbon 
clusters where, predominantly, 60 appeared as a magic number but also 70. (Fig. 1). The research group 
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now got something else to think about. Instead of long carbon chains, the idea arose that the C cluster 

60 

could have the structure of a truncated (cut off) icosahedron (Fig. 2) since its great stability was assumed 
to correspond to a closed shell with a highly symmetrical structure. C 6Q was given a fanciful name, 

buckminsterfullerene, after the American architect R. Buckminster Fuller, inventor of the geodesic dome. 
This hectic period ended on 12 September with the despatch of a manuscript entitled C : 

60 

Buckminsterfullerene to Nature. The journal received it on .1 3 September and published the article on 1 4 
November 1985. 

Sensational news 

For chemists the proposed structure was uniquely beautiful and satisfying. It corresponds to an aromatic, 
three-dimensional system in which single and double bonds alternated, and was thus of great theoretical 
significance. Here, moreover, was an entirely new example from a different research tradition with roots 
in organic chemistry: producing highly symmetrical molecules so as to study their properties. The. 
Platonic bodies have often served as patterns, and hydrocarbons had already been synthesised as 
tetrahedral, cubic or dodecahedral (12-sided) structures. 



Carbon atoms per cluster 



Fig. 1 

Using mass spectroscopy it was found that the size 
distribution of carbon clusters could be drastically 
affected by increasing the degree of chemical 
"boiling" in the inlet nozzle to the vacuum chamber. 
Clusters with 60 and 70 carbon atoms could be 
produced. (Acc. Chem. Res., Vol. 25, No. 3, 1992) 



Fig. 2 

Models of the structures of C 
Vol. 25, No. 3, 1992) 



6<r 



(Acc. Chem. Res. 
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Further investigations 

To gain further clarity Curl, Kroto and Smalley continued their investigations of C^. They attempted to 

make it react with other compounds. Gases such as hydrogen, nitrous oxide, carbon monoxide, sulphur 
dioxide, oxygen or ammonia were injected into the gas stream, but no effect on the C fi0 peak recorded in 

the mass spectrometer could be demonstrated. This showed that C 6Q was a slow-reacting compound. It 

also turned out that all carbon clusters with an even number of carbon atoms from 40-80 (the interval that 
could be studied) reacted equally slowly. Analogously with all these should then correspond to 

entirely closed structures, resembling cages. This was in agreement with Euler's law, a mathematical 
proposition which states that for any polygon with n edges, where n is an even number greater than 22, at 
least one polyhedron can be constructed with 12 pentagons and (n-20)/2 hexagons, which, in simple 
terms, states that it is possible with 12 pentagons and with none or more than one hexagon to construct a 
polyhedron. For large n many different closed structures can occur, thus also for C 6Q , and it was 

presumably the beautiful symmetry of the proposed structure that gaVe it the preference. 

The combination of chemical inertia in clusters with even numbers of carbon atoms and the possibility 
that all these could possess closed structures in accordance with Euler's law, led to the proposal that all 
these carbon clusters should have closed structures. They were given the name fullerenes and conceivably 
an almost infinite number of fullerenes could exist. The element carbon had thus assumed an almost 
infinite number of different structures. 

C, n and metals 

New experiments were rapidly devised to test the hypothesis. Since. the C m structure is hollow, with 

room for one or more other atoms, attempts were made to enclose a metal atom. A graphite sheet was 
soaked with a solution of a metal salt (lanthanum chloride, LaCl 3 ) and subjected to 

vaporisation-condensation experiments. Masspectroscopic analysis of the clusters formed showed the 
presence of C 6Q La + . These proved to be photoresistant, i.e. irradiation with intense laser light did not 

remove the metal atoms. This reinforced the idea.that metal atoms were captured inside the cage : 
structure. 

The possibility of producing clusters with a metal atom enclosed gave rise to what was termed the 
"shrink-wrapping" experiment. Ions of one and the same size or at least similar sizes were gathered in a 
magnetic trap and subjected to a laser pulse. It then turned out that the laser beam caused the carbon cage . 
to shrink by 2 carbon atoms at a time: at a certain cage size, when the pressure on the metal atom inside 



4of.6 



10/15/1999 11:01 AM 



became too great, the fragmentation ceased. The shell had then shrunk so that it fitted exactly around the 
metal atom. For C^Cs* this size was at C 43 Cs + , for C 6Q K + it was at C^K* and for C fi0 + at C J2 + . 

Further strong evidence gave rise to new chemistry - 

At the end of the 1980s, strong evidence was available that the C fi0 hypothesis was correct. In 1990 the 
synthesis of macroscopic quantities of C so through carbon arc vaporisation between two graphite 
electrodes permitted the attainment of full certainty - the whole battery of methods for structure 
de :ermination could be applied to C 60 and other fullerenes and completely confirmed the fullerene 
hypothesis. As opposed to the other forms of carbon the fullerenes represent well-defined chemical 
compounds with in some respects new properties. A whole new chemistry has developed to manipulate 
the fullerene structure, and the properties of fullerenes can be studied systematically. It is possible to 
produce superconducting salts of C 6Q , new three-dimensional polymers, new catalysts, new materials and 
electrical and optical properties, sensors, and so on. In addition, it has been possible to produce thin tubes 
with closed ends, nanotubes, arranged in the same way as fullerenes. From a theoretical viewpoint, the 
discovery of the fullerenes has influenced our conception of such widely separated scientific problems as 
the galactic carbon cycle and classical aromaticity, a keystone of theoretical chemistry. No practically 
useful applications have yet been produced, but this is not to be expected as early as six year's after 
macroscopic quantities of fullerenes became available. 

Further reading 

Jim Baggott, Perfect Symmetry: The Accidental Discovery of Buckminsterfullerene, Oxford University 
Press, 1994, IX + 315 pp. ; 
Hugh Aldersey-Williams, The Most Beautiful Molecule: An Adventure in Chemistry, Aurum Press 
London, 1995, DC + 340 pp. 

Robert F. Curl and Richard E. Smalley, Probing C &Q , Science, 1 8 Nov. 1988 Vol. 242 
Harold Kioto, Space, Stars, C m and Soot, Science, 25 Nov. 1988 Vol. 242 

H.W. Kioto, A.W. Allaf, and S.P. Balm, C 6Q : Buckminsterfullerene, American Chemical Society, 1991 

Richard E. Smalley, Great Balls of Carbon; The Story of Buckminsterfullerene, The Sciences, 
March/April 1991 

The All-Star of Buckyball; Profile: Richard E. Smalley, Scientific American, September 1 993 

Rudy M. Baum, Commercial Uses of Fullerenes and Derivatives Slow to Develop, News Focus Nov 22" 

1993 C&EN ' 

Hargittai, Istv(SIGMA)n, Discoverers of Buckminsterfullerene, The Chemical Intelligencer, 
Springer- Verlag, New York, 1995 



Robert F. Curl Jr., was bom in 1933 in Alice, Texas, USA: Ph.D. in chemistry in 1957 at University of 
California, Berkeley, USA. Curl has since 1958 worked at Rice University, where he has been a professor 
since 1967. 
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Department of Chemistry ' . ~ 

Rice University , 

P.O.Box 1892 ; - : 

Houston, TX 77251, USA . 

Sir Harold W. Kroto was bom in 1939 in Wisbech, Cambridgeshire, UK.'He obtained his Ph.D. in 1964 
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at the University of Sheffield, UK. In 1967 he moved to the University ot Sussex, where he still works. In 
1 985 he became Professor of Chemistry there and in 1 99 1 Royal Society Research Professor. 

Professor Sir Harold W. Kroto . ' 

School of Chemistry and Molecular Sciences 

University of Sussex 

Brighton, Sussex BN1 9QJ.UK " 
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Richard E. Smalley was bora in 1943 in Akron, Ohio, USA. Ph.D." in chemistry; 1973 at Princeton 
University, USA. Professor 1 of Chemistry at Rice University since 1981 and also Professor of Physics at 
the same university since 1990. Member of the National Academy of Sciences in the USA and other 
bodies. 

Professor Richard E. Smalley 

Department of Chemistry 
Rice University 
P.O. Box 1892 
Houston, TX 77251, USA 
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PATENTS 



IN THE UNITED STATES PATENT AND TRADEMARK OFFICB 

Applicant a): Huffman, et al. . 'Examiner i- 

Serial Wo.; 07/580,246 Art Unit t 1103 

r.lledi October 22, 1991 Docket: 7913Z 
Fori NEW FORM OF CARBON 



Assistant Commissioner of Patents 
Washington, DC 20231 

DECLARATION OF HARQU W. KROT O UNDER 37 C.F.R. $1.132 

Sir : ' •' 

I, Harold W. Kroto, Ph.D., declare and say as follow*.!:; . 

1. I am the Royal Society Research Professor in the \ 
School of chemistry and Molecular Sciences at the University of. . 
Susaex, Brighton. United Kingdom, "or the convenience of the . . 
U.S. Patent Office, X have attached hereto as Exhibit 1 my 
curriculum vitae , which describes my credentials and demonstrates 
my expertise in the area of fullerenes. 

2. I am Intimately familiar with the literature, 
concerning and was personally involved in the search for C„ 0 . *nd 
the greater fullerene. family. For convenience, one may refer ., 
particularly to our review of the literature through 1990 
described in an article entitled -C. c Buckminsterf ullerene" in. 
Chem. Rev. 1991. 1231-1235 attached hereto as Exhibit 2 and for . . 
my personal involvement in the research effort in my article 
entitled "C.c Buckminsterf ullerene> the Celestial Sphere that 
Fell to Earth" in Anaewandte Chemle I .E.g. 1221' 31 » m "^ 9 
attached as Exhibit 3. I therefore believe it is fair to say 
that I am among the recognised experts in the subject of. 
fullerenes . 



3. I have reviewed the above- identified application. 
The application teaches in clear detail to the skilled artisan, 
the preparation of fullerenes, including C -0 , in quantities that 
were never recognizably achieved before the discovery by Huffman 
and Kratschmer described in the application. Specif ioally, the 
application describes the production of C* 0 and C-, 0 in 
macroscopic amounts , i . e . , amounts that could be seen with the 
naked eye. In addition, the application describes the 
preparation of substantially pure C 00 and C 70 and crystalline C,< 
and Cto- Their discovery for the first time permitted 
researchers to confirm the existence and structure of fullerenes 
Including subjecting them to general testing of their detailed 
properties and characteristics, which had heretofore only been- 
projected based upon educated speculation and calculation, 
grounded upon circumstantial evidence of their existence. 

4. The realization by Huffman and Kratsahmer of 
maarosoopic quantities of fullerene and the isolation and 
characterization of C„ 0 and C,«, by the methods described in the .. 
above-identified application is recognized by the knowledgeable 
scientific community as a long awaited and much needed 
breakthrough; it was surprising that relatively high yields of 
fullerene such as C«„ could be achieved by these methods, as it 
was expected that no more than < 1/10000 parts of fullerenes 
would exist in the soot product and that it would require very:, 
sophisticated equipment to isolate quantities of material 
required to establish and confirm the existence of the products. 
The difficulties that existed in the quest for C«,„ are well 
elaborated in the article entitled "Fullerenes" by Robert. F. Curl 
and Riohard E. Smalley, printed in Scientific American , Oct. 
1991, pp. 54-62 attached hereto as Exhibit 4. 

5. Although the discovery described in the Huffman and 
Kratschmer application may seem simplistic to the uninformed, 
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•specially in hindsight, their discovery was quite remarkable. 
This is readily appreciated if one considers the historical 
perspective. Ever since the detection of C. 0 by the 
collaborative efforts, of the Smalley and Kroto groups in 1985,. as 
described in the article in Nature , 1985 , 318, 162-163, attached 
hereto as Exhibit 3, experts, such as Drs. Smalley and myself , 
both together and separately worked to prepare fullerenes on a 
larger scale. For five long years, many attempts were tried, but : 
each was unsuccessful. Finally, to my knowledge, one group, 
Huffman and Kratschmer, were the first to find a methodology 
oapable of producing and isolating . fullerenes, such as C« 0 , in . 
wacroaoopic amounts . This methodology is described in their 
application and satisfied a long fait need in this area. 

6. Furthermore, one should not underestimate the 
significance of their discovery. For the first time, scientists 
were able to produce and work with samples of fullerenes. They 
were able to confirm the theoretical prediction about fullerenes 

and continue to explore new properties of same. Their discovery 

' r * ■ 

spawned enormous scientific inter ost. As a consequence, 
innumerable investigations and studies relating to fullerenes 
were conducted, generating more than four thousand publications 
on the subject. In short, I cannot emphasise enough that their 
diacovery revolutionised the area of fullerenes. 

7. I have boon ask to review the following. two . 

articles: 

(a) "Fullerenes from the Geological Environment" by; 
ffeter Buseck, et al. in Science 1992 . 257, 215-217 ("Buseak, et 

al . " J ' ■> . '; 

(b) "....and shower the Earth with buckyballs" by : . 
Jeff Hecht, Hew Scientist 1994 16 ( "Heoht" ) . 

8. I have noted that both articles wore published 
after Drs. Huffman and Kratachmer published their paper in Nature . 



-3- 



199Q , 347, 354-358, describing the specific production of 
macroscopic quantities of C» 0 and C TOf their isolation and 
characterization including the UV spectra of the C« 0 « A copy of 
this article is attached hereto as Exhibit 6. 

9. Those facts in paragraph 8 are important jaince at 
the tine of the publication of the articles cited in Paragraph .7 . 
hereinabove, the skilled artisan in the field of fullerenea had . 
samples of C« 0 and C 70 in his possession. Unless special 
precautions are taken, it is very easy to contaminate samples. . 
having alleged trace amounts of C. 0 and C TO with these 
fullerenea. Contamination of the samples with fullerenea would... . 
obscure the results when working with low concentrations of C,„ 
and C-, 0 . 

10. The Buseck, et al. article alleges that C Q and. Cicol 
were found in minute amounts in fissures in a rock identified, as 
shungite, a carbonaceous rock found near the town of Shunga, in. 
Karelia, Russia. It also allogea that, the fullerenea are ; 
unevenly distributed in the fissures. 

11. This article was and is atill met with a certain,: 
amount of akeptlclsm by the scientific community and the findings 
therein are highly controversial, even today. Many scientists, 
tried to reproduce their results, but were unsuccessful. See, 
for example, "TECHNICAL -COMMENTS" "Origins of Fullerenea la. 
Rocks", published in Science 1995 . 268, 1634-1635 attached hereto, 
as Exhibit 7 wherein Ebbesen, et al. indicate that they were; 
unable to obtain any fullerene from their sample of shungite. 

12. I also am not completely convinced that the 
conclusions in the Buseek et. al. article regarding the presence* . 
of fullerenea in shungite are correct. I also was able to obtain 
shungite rock from Russia, but was unable to find any evidence .of 
the. presence of C. Q and C, Q in these samples. 
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13. Another problem with the methods disclosed in the 
Buseck et al. article was the use of the laser technique to 
allegedly detect the C« 0 and C 70 in their sample of shungite. ha 
the skilled artisan is well aware, laser under certain conditions 
has been used to generate fullerenes. Even though reasonable 
efforts were made to allay suspicion in this regard, the paper 
does not entirely eliminate the possibility that C«„ and C-, 0 . 
might have been produced during the sampling phase, 

14. I also have queries about their findings for other, 
reasons; I would have expected the whole range of related 
fullerenes to be found with any naturally produced C. 0 and C 7a , 
Vet, Buseck, et al. did not report any auah finding. 

15. The Hecht article is a report by a third party, ■; 
alleging that Dieter Heymann found C -0 in New Zealand Clay; 
However, the article does not present any data or evidence of 
Heymann in support of the allegations therein. 

16. The C BO and c TO described in these articles were 
allegedly found In trace amounts, in parts per billion. 

Th«re are no large pockets of fullerenes, e.g.,. C -0 and C-,,,, and. 
where they are reported to be found, they are not reported to be 
found in macroscopic aroounta. The amounts of C,„ and C TO 
reportedly found are too small to be useful to the skilled 
artisan, it does not seem feasible that macroscopic amounts of 
C»o and C, 0 will be produced from mining these rocks. 

17. Furthermore, when reportedly found in the natural',,., 
environment, the C« 0 and C 70 are never found as isolates. They 
are reported to be found as a part of a larger geological sample 
and are thus very impure. 

18. Furthermore, the C tt0 and C 7 , reportedly found are: 
alleged to be distributed in a matrix. It is my opinion that!. ; 
crystalline C ao and C-, a have not been found in nature. 
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19. After reading these articles, I can say, without 
any reservation, that macroscopic amounts of C eo and C 70 are not 
naturally found. 

20. It is also important to note that there may be some 
confusion regarding the use of the term "soot". The soot : 
referred to in the Huffman and Kratsohmer application, which I 
shall call "fullerene black", is prepared by vaporization of 
graphite, in accordance with the procedure described therein. It 
contains the fullerenes, which are extracted therefrom. The 
*'»oot" in the Hecht article ia believed to be derived from global 
forest firea at the end of the Cretaceous .period. It is quite 
distinct from the "fullerene black." The "fullerene black" is 
also distinct from the soot produced during combustion of carbon 
in oxygon. The "fullerene black" in the Huffman and Kratsc.hraer 
application la man-raade and is not naturally produced. 

21. I further declare that all atatements made herein . 
of my own knowledge are true and that all statements made on 
information and belief are believed to be true and further . that ' 
any f alee itatenwnte and the like ao made are punishable by fine.. ' 
or imprisonment or both under section 10Q1, Title 18 of United 
States Code and that such willful false statements may Jeopardise 
the validity of any application or any patent issuing thereon. 




Dated . . . _ 

Harold" W. Kroto, Ph. D. 
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J.C.S. Chem. Comm., 513-515 (1976). 

2) M J Hopkinson, H W Kroto, J F Nixon and NPC Simmons, The detection of the reactive 
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Symp on Planetary Science, Obs. de Paris (Meudon) 
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1987 Roy Soc Discussion on The Solar System (London) 

High Resolution Spectroscopy Symp (Dijon, France) 
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NASA Workshop on Carbon in Space (Ames CA) 

. 1*589 Internat Symp on New Aromatic Compounds (Osaka) 

Carbon Conference (Pennsylvania State) 
ACS Conference (Clusters) Miami 
Japan/UK SERC Symposium IMS (Okazaki, Japan) 
Faraday Discussion on Clusters (Warwick) 
6th ISNA Meeting (Osaka) 
Faraday meeting on Clusters (Warwick) 
1 9th Carbon Conference (Pennsylanvia State Univj 

1990 German Chem Soc Meeting, Organ Chem (Bad Nauheim) 
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IOP meeting (Warwick) 
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1991 4th Chemical Congress of North America (Fuel Science NY) 
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Symp. on Atomic and Molecular Structure (Trentino) < 
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IOP meeting on Fullerenes (Rutherford Lab) 
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American Physical Society meeting (Indianapolis) 
Leermaker Symposium (Wesleyan U, Conn, USA) 
Infrared Astronomy Conference (Calgary, Canada) 
Adriatico Conference on Clusters (Trieste, Italy) 
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European Materials Res Soc Meeting (Strasbourg) 
IOP/RSC Joint Symposium on Fullerenes (London) 
Vacuum Ultra Violet Meeting (VUV10, Paris) 
11th Canadian Theoretical Chem. Conf; (Montreal) 
12th Conf on Chemical Education (UCDavis, USA) 
23rd European Conf, Mol Spectros (EUCMOS23, Vienna) 
Symposium fur Theoretische Chemie (Blixen, Italy) 
Cordon Conference on Clusters (Irsee, Germany) 
Italgas Chemistry Prize Lecture (Turin) 
University of Helsinki (Spec Lect) (Finland) 
Gordon Combustion Conf (Spec Lect) (Hawaii) 



1 993 Italian Fullerene/Superconductivity Meeting - Pisa 
Croatian Chemical Society Symposium - Zagreb 
Fullerene/Superconductivity Meeting - Kirchberg 
ACS Meeting (Fullerenes) - Denver 

Sydney Leach Symposium - Paris 

Theoretical Symposium - Namur 

NATO Fullerene Workshop - Crete 

Centenary Conf of Norwegian Chemical Society - Oslo 

Fullerenes 93 Symposium - Santa Barbara 

I URCAM Conference - Tokyo 

Solid State Devices Conference -Tokyo 

Span/American Inorg Chem Conf - Santiago (Spain) 

Brioni International Conference - Brioni 

Materials Conference - Wroclaw (x2) 

Spanish Materials Conference - Oviedo 

ACOLS Conference - Melbourne (x2) 

London Schools Science Symposium 

1994 Association of Science Education Conference (Birmingham) 
New Organic Materials Conference (Madrid) 

Science Research Institute Inaugural Meeting (Salford) 
Student Chemical Society Centenary Meeting (Sheffield) ' 
Berzel i us Dagarna (Stockholm) 

European Physical Society - Hewlett Packard Prize Lecture (Madrid) 

Sussex University Science Teachers Conference (Sussex) 

World Affairs Conference (Boulder, Colorado) (x2) 

Cluster Workshop (Ameland, Netherlands) (x4) 

3rd Workshop on Advances in Phys Chem (Nanjing, China) 

Cursos de Verano Fullerene Workshop (El Escorial, Spain) - - 

LVMH Science pour I 'art Prize lecture (Paris, France) 

Gordon Conference (Ceramic Materials) New Hampshire special lecture) 

Materials Research Soc Meeting (Boston) 

Named/Special Lectureships 

1 992 Probst Lecture - Southern Illinois Univ (USA) 



1993 



Cherwell-Simon Lecture (Oxford) 
Steinhofer Lecture (Kaiserslautern) 



Dreyfus Lecture (UCLA) 

John Coffin Memorial Lecture (University of London) 
30th Anniv Lecturer (Chinese Univ of Hong Kong) 

1994 Brode Lecturer (Whitman College, Washington, USA) 
Winegard Lecturer (Guelph University, Ontario, Canada) 
Kolthoff Lecturer (University of Minnesota, USA) 
Rayleigh Lecturer (Harrow School 

Chemical Inst of Canada Lecturer (Sherbrook University, Quebec, Canada) 
Distinguished lecturer (University of Kentucky/Center for Applied Energy Research) 

1995 Werner Lecturer (Trinity College, Dublin) 
Tizard Lecturer (Westminster, School) 

Research Seminars (Overseas) 

1974 Bell Telephone Labs (NJ), NRC (Ottawa), UBC (Vancouver) 

1976 Paris Sud (Orsay), Harvard, NRC (Ottawa) 

1977 Lille, Brussels, Montreal, Waterloo 

1978 Ca!. State (L.A.), Cal Tech. (Pasadena), Arizona (Tucson), USQLos Angeles), Hetiberg 
Institute (NRC, Ottawa), UC- Berkeley • ••■-<•- 

1979 UBC (Vancouver), Montreal 

1980 IBM (San Jose), UC Santa Barbara, USC (Los Angeles), Chemical Society Zurich 

1981 UC Berkeley 

1982 Trinity College (Dublin), NRC. (Ottawa) 

1983 Basel, Kiel, Ciessen, Inst.Rudger Boskovic (Zagreb) 

1985 ETH (Zurich), Basel, Inst. R. Boskovic (Zagreb), Rice Univ. (Houston), Texas A&M, 
Texas Tech. 

1986 Harvard, Guelph-Waterloo, Aachen (Tech Hochschule), Chicago 

1987 USC (Los Angeles), UCLA (Astron), Berkeley, JPL (Pasadena) 

1988 UCLA(Chem), Stanford, ArizonafTucson), Arizona State (Tempe), Tech. Hochschul 
(Darmstadt), Max Planck Inst (Martinsried) 

1989 MPI (Munich), UCLA(Chem), Oregon, JPL(Pasadena), Berkeley, NASA (Moffett Field), 
Toronto, Montreal, Guelph. 

1991 California (Los Angeles, UCLA), California (Berkeley), Cal Tech (Pasadena), California 
(Santa Barbara, UCSB), Belo Horizonte (Brazil), Recife (Brazil), Erlangen, Freigburg, 
Heidelberg, Shell (Amsterdam), NIST (Washington) NRC (Ottawa), ArizonafTucson) 

1992 Pisa (Italy), Michigan (Ann Arbor, USA), Chicago (USA),' McGill (Montreal, Canada), 
Chemical Society of Zurich, Laue Langevin Laboratory (Grenoble), Aarhus (Denmark), 
Helsinki (Finland), Niels Bohr Inst(Copenhagen), Stockholm (DHc lecture), Tokyo 
(Japan), Shinshu (Nagano, Japan), Kitagawa Industries (Tokyo Japan), Nobeyama Radio 
Observatory (Japan), NRC (Ottawa, Canada) 

1993 Basel Chemical Society, ULB Bruxelles (DHC lecture), Josef Stefan Institute 
(Ljubljana), Limburg (DHC lectures), UC San Diego, Crete, NEC Japan, Shinshu, 
Shizuoka, Materials Institute (Warsaw), Milan, Berlin Chemical Society 

1994 2xRSC (Belgium section) lectures (Brussels) (1 British School), Swedish Royal 
Academy (Stockholm), Stockholm University (Physics Dept), Herzberg Inst NRC 
Ottawa, Braunschweig, Scherring (Berlin), Humboldt Univ Berlin, Bielefeld, KFA 

. (Julich), Peking U x2 (Beijing), Bell Labs NJ, .UNAM Mexico City, UCLA. (Astronomy) 



1995 



UK Research Seminars (* > 1) 

J 

Sussex (Chemistry, Physics, Astronomy, Biology ), Cambridge (Chemistry and 
Astronomy Depts), Southampton , Oxford , Reading , Nottingham , Sheffield,, 
Warwick , Glasgow, Strathclyde, East Anglia, Coleraine, Manchester , Edinburgh , 
Birmingham , U.C. London (Chemistry and Astronomy), Bristol , ICI , Surrey. 



UK General Lectures for Students and Public (Chemistry/Astronomy) 

Southampton*, Reading*, Sussex*, Exeter*, Bristol*, Bath, Surrey, Essex, Imperial 
College , University m College , Cardiff , Kent, Swansea, U.C. North Wales, 
Portsmouth, Leicester , Loughborough, Thames, Durham, Leeds , Nottingham , 
Open University, Cambridge , RSC (Sheffield) RSC (Cumberland), Brighton Astron. 
Soc.*, Eastbourne Astron. Soc., C/oydon Astron. Soc., Alembic Club (Oxford), U.C. 
■■ Sussex(Astron, Biology) Q.M.C . Sussex Town and Gown, Mid-Kent Astronomy 
Society, R©v^i-^ti*uti©^r^ay-5w«rK«p9jscourse),- East Midlands RSC: •• 

1993 Bath, Cambridge, Imperial College, Birmingham, Warwick Royal Society, Nottingham, 
Liverpool, Pfizer Company, 

1994 Leicester, Aston, Royal Institution (Friday Evening Discourse (#2)), Sussex, East Anglia, 
Surrey ' 

1995 Durham, Liverpool, Queen's (Belfast), Coleraine 
Schools' Lectures 

Christ's Hospital School, Worthing Sixth Form College, Kingston Polytechnic (Schools 
Lecture), RSC Schools L RSC Essex Schools Lecture, Chelsea College, Charterhouse, 
London Schools (Q.M.C), King's School Canterbury, St Dominies 6th form College 
Harrow, Dreyfus Schools' Lectures, 1986 at Royallnstitution, St Paul's School for Girls 
Open Day Lectures (Sussex), Hurstpierpoint College BAYS Lecture(Southampton) 



BROADCAST INTERVIEWS etc 



1976 BBC Radio (Science Now) "Interstellar Chains" 

1977 BBC Radio World Service "Interstellar Chains" 

1979 BBC TV OU Film based on my lecture "Chemistry between the Stars" 

1985 BBC Radio World Service "Chemistry in Space" 

1985 BBC Radio Sussex "Chemistry in Space" 

1986 BBC (Science Now) "C60,Buckminsterfullerene" 
1989 USA Local Radio Carbon in Space) 

1991 BBC Radio programme - "Science Now" 

1992 BBC Radio World Service (x2) 

1992 BBC TV "Molecules with Sunglasses" Horizon 

1992 RAI TV Interview for Italian Television (Premio Italgas) 

1992 NDR TV Nord Deutsche Rundfunk Programme on Fullerenes 

1 993 SFB Radio - Sender Freies Berlin, Radio 

1993 UCLA video film Dreyfus Lecture 

1 994 BBC Select TV - Royal Institution Lecture 

RESEARCH GRANTS 

1970 Microwave Spectroscopy (SRC) 10 000 

1974 Microwave Spectroscopy (SRC) 24 000 



1974 
1978 



Microwave Spectroscopy 
Photoelectron Spectroscopy 



(Sch) 
(SRC) 



10,000 
18,000 



1979 
1977 
1977 
1981 
1980 
1983 
1986 
1987 
1992 



(with M F Lappert) 
Computer 

PDF (with J F Nixon) 
Astronomy (with T Oka) 
Infra Red Spectroscopy 
Quad Mass Spectrometer 
IR spectroscopy 
Jet Cooled i.r.spectroscopy 
Clusters (with A J Stace) 
Fullerene Chemistry 



with R Taylor/ DRM Walton 
Cluster Rolling Grant 



(SRC) 

(NATO) 

(SERQ 

(RS) 

(SERQ 

(SERO 

(SERQ 



(BP/ICI/SERQ 



(SRQ 



200,000 



18,000 
2,500 
72,000 
5,000 
20,000 
33,000 
157,000 



20,000 



1992 



with AJ Stace/J N Murrell) 



(SERQ 



300,000 



MAIN RESEARCH COLLABORATION 

* " The value of mfcrowave and photoelectron techniques to a wide area of chemistry 
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inherent in the truncated named buck- 

shown in Figure 1 °°£ 0 ^ did not receive 

minsterfullertne. This novel ?*£?^ p ^ w havt 
taunt universal E«. Indeed 

been based on highly P^^^^rnificant degree of 
it is now dear ^t^ w^ ^can ^ ^ 

scepticism in the minds ol^ ^ evidence 
v Jdity ^jr^SS"«tifico to -, 
WB s dispersed ltsel f may— e now 

vauons, much Uke tne way involving carbon 

realize-be involved ginng 
in the environment and^^^^^j invesllgB . 
rise to C„ were pa per. J and some 

of the cage structure P r0 P°^, A simplest and 
.^^t^'SiS. wl ever presented. 



Fiture I C«c Duckminslerfullerene ; 

(liil Tht pruposal was cunsistent with many earlier 
observations on bulk carbon and clarified some previ- 
ously unexplained phenomena in carbon chemistry. 

The fullertne structural proposal has recently been 
confirmed bv complementary observations from two 
groups. Kraischmer. Lamb. Fostiropoulos. and Huff- 
man. 4 in following up their earlier IR investigation (in 
1989)' which suggested that C w might be present in 
arc-processed graphite, extracted a soluble material 
which formed crystals- The X-ray analysis showed the 
material to consist of 10-A diameter spheroidal mole- 
cules arid supplementary mass speetTornemc-and in- . 
^friired-da^royjded^ 
C,» (and Cro)- I" « parallel, independent investigation 
which probed this same original key observation. 
. Taylor. Hare. Abdul-Sada. and Kroto 6 found that sim- 
ilarly arc-processed graphite gave rise to a 720 mass 
peak, commensurate with the presence of fullerene-60. 
and that this material was soluble and could be ex- 
tracted directlv. The extracted C,o compound yielded 
a single ,J C NMR line which proved that all 60 carbon 
atoms- are equivalent as expected for the truncated 
icosahedral buckminsterfullerene structure. Taylor et 
al. also showed that C re and C TO can be separated 
chromatographically and that the latter has the 
prolate, ellipsoidal structure first suggested by Heath 
et al. c These results provide further support for the 
conjecture that a whole family of fullerenes exists. * 
Since these revelations, which are discussed further 
in section IX, the fullerene field has exploded and nu- 
merous groups are probing various facets of physico- 
chemical properties of the fullerenes. Indeed a new field 
of carbon chemistry has been born, and the first fal- 
tering steps of the promising infant are described in 
section X. Thus this review is particularly timely as it 
is written at the precise moment when the final sen- 
tence in the last paragraph of the first chapter in the 
story of the fullerenes has been completed. The open- 
ing paragraphs in the next chapter are just being 
written and they herald a new era in which the flat 
world of polycydic aromatic chemistry has been re- 
placed by a postbuclcmisterfullerene one in which round 
structures are favored under certain surprisingly com- 
mon circumstances." 1 This article reviews the buck- 
minsterfullerene story from the time when it was just 
a twinkle in the eyes of a few imaginative theoreticians, 
through the experiment* which revealed that it actually 
formed spontaneously and exhibited stability to the 
moat recent revelations that it could be isolated and did 
indeed possess the round hollow cage structure as 



Fifure I. Dim"" 0 °f C«o Dtix 10 * n <cos»htdron published in 
the book Aromolicilv by Yoshida and Om«i." These «uihor» 
discuss tin Jipaneael the "jUDerwomiuciiy- which mijhl ic- 
company electron delocajiuiion over a three dimension*! trun- 
cated icosahedrsl pure carbon molecule 

proposed. As many contributions. to the story as could 
be traced by Dec 1990 are included. 

//. Summary of Relevant Carton Studies Prior 
to the Discovery of C M Stability 

At least part of the reason for the degree of interest 
engendered by the buckminsterfullerene proposal re- 
volves around its high degree of symmetry. Mankind 
has always been fascinated by symmetric objects, in- 
deed stone artifacts with the form of the Platonic solids, 
dating back to neolithic limes, have been found in 
S^landv Vindicating that human beings have long had 
a spiritual affinity with abstract symmetry' and an 
"" Sesthetic fascination for symmetric objects. The irun- - 
cated icosahedron is one of the Archimedian sem- 
iregular solids; however in holloa form an early example 
appears in the book De Dwina Proportion by Fra 
Lucia Pacioli. A reproduction of this drawing by Leo- 
nardo Da Vinci entitled "VCOSEDRON ABSC1SVS 
VACWS* is to be found in the book The Unknown 
Leonardo," which is rather more accessible than the 
original! 

The Ceo molecule itself was first suggested in a most 
imaginative and prescient paper by Osawa in 1970" and 
discussed further in a chapter on "Superaromaticity* 
in a book by Yoshida and Osawa" in 1971; the original 
diagram is depicted in Figure 2. An equally imagina- 
tive article, which actually predates this work, was 
written in 1966 by Jones in which he conjectured on the 
possibility of making large hollow carbon cages. 1 " 6 The 
next paper was that of Bochvar and Gal'pem in 1973 
who also published a Huckel calculation on Ceo-"- 1 1° 
1980 Davidson published a paper which used graph 
theory to deduce an algebraic solution of the Huckel 
calculation for fullerene-60." Davidson's orbital energy 
level diagram, depicted in Figure 3, was determined by 
using a calculator, and this paper contains an unusually 
prescient paragraph in the light of recent observations 
(particularly those in section VII): "Should sucb 
structures or higher homologs ever be rationally syn- 
thesized or obtained by pyrolytic routes from carbon 
polymers, they would be the first manifestations ol 
authentic, discrete three-dimensional aromaticity. 
Hayroet's study™ on this molecule coincided very 
closely with its discovery in 1986. 3 

On the experimental front there were many very im- 
portant early papers on carbon clusters and these ha* 
already been reviewed. 1 - 1 Perhaps the most mterourt 
early carbon cluster papers (and the ones which in la" 
actually stimulated the discovery experiments) were 
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Figure 3. The Htickel molecular orbital calculation (or buck- 
minsterfullerene was. carried out by Bochvar u>d Cil'peni ,, - U 
(19731 and Davidson" U9B01. prior lo. and by Haymet* (1985) 
cowcidenully with, iu discovery. The orbital energy level diagram 
(units of iJI depicted here is thai published by Davidson" who 
determined it using graph theory to obuin simplified algebraic • 
relations which were evaluated with a calculator (reprinted from 
ref 19; copyright 1981. Springer-Vtriag Publishers!. 

those published by Hintenberger and co-workers in 
1959-63 21 ' 14 in which it was shown that species with up 
to 33 carbon atoms could form in a Carbon arc. The 
nextlmportarit advance' was" maae^y Rohifirig. Cox. 
and Kaldor 53 in 1984 who found that much larger car- 
bon clusters (C, with n = 30-190) could be produced 
by vaporization of graphite (Figure 4). Rohlfing el al. 
used the supersonic nozzle, laser vaporization technique 
developed by Srn alley and co-workers at Rice Univer- 
sity" in 19S1. In this technique clusters are made by 
laser vaporization of refractory materials into a pulse 
of helium or argon in the throat of a supersonic nozzle. 
The vaporized material nucleates in the gas pulse which 
then expands supersonically into a vacuum chamber 
where it cools and is skimmed. The skimmed beam 
passes into a second chamber where the entrained 
clusters are ionized by a second laser pulse and the 
cluster ion mass distributions determined by time of 
flight mass spectrometry (TOF-MS). The mass spec- 
trum observed by Rohlfing et al. 55 is shown in Figure 
.4; they pointed out that only ions with euen numbers 
of carbon atoms were observable for the new family of 
clusters with more than 30 carbon atoms. Packing or 
magic number effects are very weak under these con- 
ditions. 71 Bloomfield et aL B also studied carbon clusters 
by the same technique and observed both positive and 
negative euen numbered ions. They, also studied the 
' fragmentation behavior of the new family and in par- 
ticular chose the C« cluster for further study and 
showed that it could be photodecomposed with 532-nm 
multiphoton laser radiation. 

///. 77r» Discovery of 
BitckmlmforfuBwrnry 

In September 1985 the reactions of carbon clusters 
were investigated by the Rice /Sussex group. 3 *"" These 
experiments were aimed at simulating the conditions 
under which carbon nucleates in the atmospheres of 
cool N-type red giant stars. Circumstantial evidence 
•fwM«*j • #» «*»3tja *t»*« ** - -~ — k» i«v»i«t 




Figure 4. Time-of-flighi mass spectrum. ..©served bv Kwnmne. 
Cot and Kaldor. a of carotin clusters orocuceo bv taser vsp*iri. 
u lion of graphjie.'tn this experiment earner. cluster* «oth V«-'.'0 
atoms were detected for the first tune. The** siuates !.n.-weo tr-*t 
only even-numbered Cluster! *ere sub:t •:»Dr:nleo frt m rel Jb. 
"copyright 19e*4 the American intuitu:* rr.-. *ic*i. 

sources of the long carhon chain molecules in '.he in- 
terstellar medium and in particular '.hat ihe formation 
., j;r.c>c^5 j mi|;hi.be. rela.ie.djn some ;rr.r>5nant way to soot 
formation. 3 '' The interstellar cyanopolyynes iBC,N m 

6— ii)l weiVdiscovered by a synergistic combination - 
of laboratory microwave spectroscopy experiments. 33 -" 
theoretical analysis.^ and observational radioastrono- 
m y 36-Ji Tht cluster beam experiments showed con- 
vincingly that species such as HC-N and HC S N. which - 
had been delected in space.*"" could be produced by 
such laboratory simulations of the conditions in carbon 
stars. 23 - 10 A second motivation lor probing laser va- 
porization of graphite was the question of whether 
carbon dusters were associated with the so-called dif- 
fuse interstellar bands as Douglas had proposed in 
1977."° The development of resonant 2-photon ioniza- 
tion in conjunction with the cluster beam technique to 
obtain the high-resolution spectrum of SiC 5 by Mic- 
halopoulos et al* 1 suggested that the electronic spectra 
of carbon dusters might be accessible by this technique. 
During the course of the experiments 53 - 30 which probed 
the behavior of the pure carbon clusters a striking 
discovery was made — under some clustering conditions 
the 720 mass peak appeared to be extremely strong 
(Figure 5). 3 Indeed the intensity of the C M peak, 
relative to the adjacent cluster distribution, could be 
varied dramatically just by altering the conditions.- In 
particular, conditions could be found for which the mass 
spectrum was totally dominated by the Cgg peak — at 
least in the mass range accessible (Figure €). It was 
conduded that C«o must be particularly stable to further 
nudeation and it was proposed that this might be ex-, 
plained by the geodesic factors inherent in a truncated 
icosahedral cage structure in which all the atoms were 
connected by sp J bonds and the remaining 60 x elec- 
trons distributed in such a way that aromatic character 
appeared highly likely. 3 

In these experiments it was found that the C^, peak 
also showed dear enhancement although to a lesser 
extent; the C m /On ratio was ca. 5/1 in general. In 
previous experiments 33 *- 3 " the Cb/iCj, or Cq) ratio was 
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by Uaer viporixatioo of (rasbite under the optimum condition 
for obaervatioo of • dominant Co duller lifnai.' Note alio the 
prominence of C-j*. 

conditions wrrr found in which a ratio of 20/1 or more 
was achieved (Figure 6). It was soon realized that al- 
though C«o generally appeared fairly special, the con- 
ditions under which it appeared dominant were rather 
unusual They were conditions in which the major 
fraction of the carbon had nucleated to form macro- 
scopic particles too Urge to be detectable by the mass 
spectrometer. Thus it was recognized that the signal 
shown in Figure 6 shows the "small" carbon species 
which remain when the microparticles have formed. 
Due to the fact that geodesic structural concepts wen 

a guide to the hollow cage structural explanation that 
e , « . .<•.»».. .i . < . 




Flrure 7- The RIPAC name of fuUerene-60 determined by 
computer anajymia— -accordinf to P. Roee." 

cule was named after Buxkminster Fuller, the inventor • 
of the geodesic domes," Although the name chosen, 
buckminsterfullerene 144 is a little long, 44 - 4 * it is not as 
long as the IUPAC alternative and not as difficult to 
pronounce (Figure 1)" and certainly not as difficult u> 
derive- ,4a ' tt The name fullerene can be conveniently and 
appositely used for the whole family of closed carbon 
cages with the 12 pentagons and N (other than one) 
hexagons in an sp 3 network.** 4 For several reasons, not 
least the problem of ambiguity with international sports 
nomenclature, some other names are probably not s« 
satisfactory, they are certainly leas enlightening. 
Since the bucknunsterfullerene detection paper 1 was 
. — •->- -<■ — — --' — *' 



wor k has been carried out. Two complememar. ac- 
counts covering many of the important etner^. :mpli- 
cauons and experimental observations have beer, iiven 
by Kroto 10 and Curl and Smalley. 11 More ftKufeo ».c- 
counts have also been published dealinp. main.'. »:th 
experimenul observations.""* astrophysicai ..r.i-na- 
tions. 4 " 6 "** symmetry and structure .considers: ...n= .il 
fullerene-60. and the icnsahedral giant fulle'rt-r — r " 
The chemical implications hBve also been discus-;-': itv 
Kroto" and Kroto and WaJton. 10 Hirota" and Heath* 
discuss fullerene-60 as well as other novel -arhnn. 
molecules. 

IV. Sources of C u 

in the original work, which showed how cnncr.mns 
could be achieved to produce a signal in which tne C*. 
peak was dominant, the pulsed nozzle .'laser vaporiza- 
tion technique* was used to produce the clusters irorr. 
a gTaphite target and photoionization TOF-MS used in 
delect them. The laser-produced plasma expanded into 
a high pressure (ca. 1 — 10 atml of He and the '.arEet 
graphite surface was continually replenished so t -at the - 
surface remained esseniiaily flat. A nozzle extender wa» 
used to increase the clustering time prior to expansion 
to ca. 100 us and the high He pressure increased the 
nudeation rate. Although initially il was ron-»cvjred 
that perhaps graphitic sheet fragments might have been 
ablated from the graphite target and-rearrangvd'mTO-— 
the buckminsterfullerene structure, subsequent run- 
siderations suggested that C M was more likely y, have 
formed by nudeation from carbon vapor consoling, ai 
<leasi initially, of C atoms and very small carbon mole- 
cules. 42 Negative ion distributions produced by crossing 
a laser with the cluster beam just as it exited the 
nozzle* 4 have been studied, and the relationship be- 
tween these and positive and negative ion distributions, 
obtained directly from the vaporization zone li.e. 
without photoionization), has been discussed by Hahn 
.et aL a and O'Brien et al. 6 * The consensus of opinion 
was that C u appeared to exhibit special behavior 
whether charged (positive or negative) or neutral and 
that the nudeation rate order was neutrals > cations 
> anions." Very detailed discussion of the conditions 
under which C^j appears to be special has been given 
by Cox et ai* 7 These studies are discussed in more 
detail in section V. 

Carbon duster distributions exhibiting dominant Ceo* 
signals, can be produced in another way as O'Keefe, 
Rosa, and Baronavski 6 * and Pradel et al.* 8 have shown 
using high vacuum TOF-MS. In these experiments the 
graphite target is inside the mass spectrometer vacuum 
system and remains stationary. After several laser 
pulses a hole is drilled in the graphite and nudeation 
appears to occur in the cavity. McElvany et al., 70 using 
ICR-MS techniques, have shown that if the axis of the 
laser-drilled hole is aligned parallel to the trapping 
magnetic field a strong Ceo* signal predominates in the 
mass spectrum. In a study of the small cluster distri- 
bution, McElvany, Dunlap, and O'Keefe 11 found that 
the vaporization of a diamond target produces the same 
distribution as does graphite. This result indicates that 
the cluateri appear to be produced by nudeation of 
atomic/molecular carbon vapor rather by a. process in- 
volving the ablation of bulk fragments from the target. 
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Figure 8. Infrared absorption ipectrum observed m 1989 by 
Kratschmer. Foeuropouloa. and Huffman 1,1 * from carbon produced 
by arC'diseharge processing. Kritschmer et al. made the per- 
ceptive observation that the four sharp absorption Tenures in- 
dicated might belong to fuUerene-60. The frequencies were 
lanLaluingJy consistent with iheoreu'caJ predictions iseciion \U1) 
for the fundamentaj vibrations of fuUerene-eO ueprinied from 
Tel 7-4; copyright IKCElKvier Sdttxx Pubhshmi. 

.-^pOTizatisa'.prsrSEdMe-.for-producing .GKi 3 in order lo- 
deposit material on a film. They have shown that the 
mass spectrum obtained by subsequent laser desorption 
of the resulting material yields a very similar cluster 
distribution to that of the duster beam experiments. 
They have also carried out isotope scrambling mea- 
surements 15 supporting the conclusion that C M is as- 
sembled from small carbon species in the gas phase 
after vaporization (see section VI). 

A fascinating and ultimately key observation was 
described in September 1989 by the Heiddberg/Tucson 
group Kratschmer, Fcetiropoulos, and Huffman 1 - 14 who 
detected four weak bands in the infrared spectrum of 
a film deposited from a carbon arc under argon (Figure 
8). Kratschmer et aL pointed out that the vibrational 
frequences of the four bands (and assodated °C shifts) 
observed were in tantalizingly dose agreement with 
theoretical estimates for fullerene-60 (details in sections 
VIII and DC). 

Several other interesting studies have shown that 
laser vaporization of a wide variety of carbonaceous 
target materials (other than pure carbon) also yields a 
dominant C n signal: e.g. carbon films (Creasy and 
Brenna 1 *)-, polymers such as polyimides (Creasy and 
Brenna, 7 * and Cam be 11 et al. 71 ' 7 *), coal (Greenwood et 
al." 0 ), polycyclic aromatic hydrocarbons (Giardini- 
Guidoni et el.,* 1 and Lineman et al.*" 3 ). Last but not 
least, So and Wilkins* 4 have shown that C a can be 
detected by User desorption of soot! In fact they have 
observed even-numbered carbon dusters with as many 
as 600 carbon atoms (Figure 9). This result and similar 
experiments may indicate that giant fullerene; may also 
be forming." 1 All experiments show that conditions can 
be found in which the C»* peak is either prominent or 
dominant. However conditions also exist for which this 
is not the case.* 4 It is likely that the availability of many 
other pathways to "organic" (H -containing aperies) may 
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Figure 9. Loser desorpuon Fourier transform mass spectrum, 
observed by So and Wilkins,*" of kxx deposited on a K CI -cos ted 
stainless sieel probe lip. Note that all the peaks here also cor- 
respond u> euen numbered carbon species. Since only even- 
numbered carbon segregates can close perfectly it n possible that 
the explanation for this phenomenon is that these species are 
fullerenes and that the larger species are giant fullerenes of the . 
kind depicted in Figure 22. 
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Fifure 10. Remarkable poaitivt-ion laser desorpuon Fourier 
transform mass spectrum, observed by Rubin el aJL," of the ring 
carbon oxide depicted under low User power. This oxide which 
might be expected lo decarbonytau to yield • Cjd monocyclic ririf 
baa clearly dixoersed to form C«, buckminsierfuUerene! 

A most exciting result was described by Rubin et al. K 
who have used a combination of organic synthesis and 
laser descrption mass spectrometry. Id a preliminary 
study by the same group (Diederich et al") attempted 
to prepare pure carbon rings, a prominent peak for the 
C u cluster was detected during mass spectrometric 
analysis of a laser deaorbed 18-carbon ring precursor. 
This work ban now been advanced in spectacular fash- 
ion; refined measurements on C u and Cj, precursors 45 
yield mass spectra which show prominent C« and C TO 
signals. However most striking is the observation- that 
laser desorption of the C>, ring precursor produces a 
mass spectrum containing a totally dominant Cm signal! 
(Figure 10). This result suggests that, in the vapor 
phase, a spectacular dimerization process occurs in 
which two Cjo polyyne/cumulene rings combine in a 
concerted folding rearrangement to form the Cm cage." 
The implications of this process and indeed other as- 
pects of the fullerene discovery for organic chemistry 
have been considered. 16 * 1 

Some of the most important of all these experiments 
were those of Homann and coworkers*** 0 who detected 
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Figure 11. Mass spectrum of C,Lt cluster compute* ano asrt 
C dusters as observed by Heath el al." when LaCl.-dooec napnii* ' 
is laser vsporaed i\rF tj> tV 10 mj cm : i Nnit tnr rt-.ruisriv 
strong peak for C^La and the sbsenct of • peak for I'.'*!*. T>.if 
result is discussed in secuon VI isaspted from rei' * • 

Cm* in a sooting flame. These observations are ois- 
- cussed in more detail in section VII. 

V. Stability and Intrinsic Properties of C i: 

After the buckminsierfuUerene structure was pro- 
posed 3 the intrinsic' properties" of the ' species were' 
,^%»!^J&<&SjRv*4$ti-'aer, group;**'* It was clearly 
vital to determine how reliable the experimental ob- 
servation of the "stability" of the Ck, cluster was. i.e. 
how "special* or "magic" the cluster actually was and 
how certain one could be about the buckminsierful- 
lerene hollow cage explanation. After all. the proposal 
appeared 10 rest entirely on the observation of a single, 
strong mass spectrum peak al 720 amu (Figures 5 and 
€), and such highly circumstantial evidence needed 
further support. Mass spectrometry is particularly 
susceptible to erroneous conclusions drawn on the basis 
of magic numbers due to the likely presence of ioniza- 
tion and fragmentation artifacts. Various aspects of the 
original experiment led to the conclusion that the cation 
mass spectrum (Figures 5 and 6) was most probably an 
accurate reflection of the neutral cluster distribution. 
Nevertheless it was necessary lo carry out experiments 
in order to probe the behavior of Csg more deeply in 
order to generate further evidence, albeit still circum- 
stantial, to support the stability conclusion and the cage 
structure proposal 

. During the period from 19S5 to 1990 many experi- 
ments were performed by a number of groups operating 
in the cluster field which probed carbon behavior with 
a view to confirming or falsifying the fullerene-60 pro- 
posal If Cm really were a cage then the most obvious 
next step was to attempt lo trap an atom inside the 
cage. The fust result, in this context, was the obser- 
vation of CagLa by Heath et al.' By using a graphite 
disk, soaked in LaCl 3 solution a strong signal was ob- 
tained for the mooolantbanum complex C^La, with no 
evidence of a peak for CaoLaj (Figure 11). Cox et al" 
questioned the conclusion. They pointed out that, since 
Cgo needs two 6.4 eV (ArF) photons for ionization and 
CnLa only one, the relative strengths of the C^La* and 
bare C w * MS signals should not necessarily be taken 
as reliable gauges of their respective abundances, and 
' a possible CwLa.* siznal might be too wwnV rn rl»»»<-i 
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CARBON ATOMS PER CLUSTER 
Farnre II. Carbon duster ion observed under various production 
eonditionc" (a) negative ' mm P"**""* 1 directing a Krr ex- 
timer into the norde during expansion, (b) positive carbon duster 
ions produced directly diiring vaporixatioo in the nonle without 
the eid of the KrF excuner User, end (c) negative ions produced 
directly during vaporization is the noxxle. again without the aid 
of the KrF examer laser but with longer residence time in the 
clustering region than in the case of the pojiuvt ions depicted 
in b (reprinted from ref 52; copyright 1987 Cordon and Breach 
Science Publishers, Inc.). 

Cox et ml" have discussed further the cage hy\ othesis 
in general and metal atom encapsulation in particular 
and after detailed assessment they conclude that overall 
their observations are non-committal over whether Ceo 
was a cage or not. 

For the smaller carbon species the positive ions dis- 
play the well known magic numbers: 11. 15, 19, 23 (the 
so-called "An - 4" effect, cf. Figure 4) whereas the 
negative ions exhibit a different sequence. 11 " The 
paper ~-inp the original discovery 3 assumed that 
the mass spectra (Figures 5 and 6) reflected accurately 
neutral carbon cluster distributions. If the buck- 
rninsterfullerene structural proposal were correct how- 
ever, the positive and negative ion distributions would 
be expected to exhibit a similar prominence for the 
60-carbon atom analogue. The first experiment to 
probe this posaibuity 4 * showed that negative ions, pro- 
duced by laser ionization just after the cluster beam 
exited from the nozzle exhibited an anion mass spec- 
trum in which Co" was dominant In this experiment 
the neutral species became negatively charged by 
• electron transfer. If the positive or negstive ions, pro- 
" ducexf directly by vaporization are studied, it a found 
-that only after clustering is allowed to continue for. a. 

• •• ■•■ • *• " jk 



7650 7950 6050 

lobototof y Efwtqy , cV 

Figure 1J. Metastable nuua-analyied ion kinetic energy scans 
(MIKES) publiahed by Badi et at" The parent mo (on the right) 
a mass selected by the magnetic snar/ier and the boruoota! axis 
is • scan of the electrostatic analyier voltage. The parent ion 
energy is 8 keV. C, loss is observed from C* (abovel and C D 
(below) Not* the dramatic differences in metastable activity as 
reflected by the relative intensities of the product peaks, relative 
to their parent ions in these two cases (reprinted from ref 93; 
copyright 1990 the American Institute of Physics). 

significant length of time is the Cf anion dominant" 
otherwise it is not.* 3 Some examples of mass spectra 
recorded under various conditions 3 "*** sre presented 
in Figure 12. Cox, Reichmann, and Kaldor* 1 describe 
some intriguing relative time-of-flight differences in 
behavior between various individual clusters, in par- 
ticular CaandC,,. which are highly dependent on the 
nozzle parameters. These experiments appear to sug- 
gest that wall reactions may occur in the nudeation 
channel. It is possible that what was observed in this 
experiment was C. deposited in the channel which 
subsequently desorbed. The mam evidence for Unim- 
portance of wall effects lies in the detection of C«oK 
clusters when a new, pure (Le. K free) carbon target 
replaces a previous one doped with potassium. 

Important observations have had s bearing on the 
stability of The very early experiments by Bloom- 
field et aL»^howed that C. wa, su^^We to mulU- 
photon fragmentation. A senes of studies by Bowers 
and co-workers*"* showed that C. could undergo 
metastable fragmentation. Particularly interesting is 
the observation that C. exhibits much lower metasta- 
bility than other neighboring djfterswchj u Cj. - 
ahown in Figure 13. These results suggest that hot .Cm 
SsTexnibUphenomens -aooated ™* 
perhap. an mtxipnn. farm of surface fluidrty. On the 
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F lf-urt 14. Fragmentation products under AiF (15 mJ em'*) 
irradiation oWnrd by O'Brien el aL» Under imdiaUon the 
mass .elected CV ciu.ur (bcludinj 20* Cr, and a. 10* 
C»J u bere aeen to fragment iolo smaller even duitera: O- C_ 
"""^ ^ ^ P*?"^ - the Ot-erSatS 

r °» ™' , * owl ' n « Bt » l «<«ffl producu (reprinted 

from ref 95; copynrht 1988 the American Initituu of Physiol. 




Fifun IS. Hypothetical rrarnenution-rtarrantemenl mecha- 
nism presented by O'Brien et al. .» involving C, lot. and cue 
re-»ealinj wh.cb couJd explain the ■ f rapnenuyoVpher^menTin 
Fitw, 14 (reprinted from ref 95; copyright 1988 the American 
Institute of PbyaKa). 

other hand, O'Brien et si" and Weiss et al" have 
shown that cold Co* exhibit* little, if any. evidence for 
fragmentation. The likely explanation for this disparity 
is that clusters produced under the vacuum vaporiza- 
Uon conditions 5 "*"* possess massive amounts of in- 
ternal energy leading to metastoble Co*. As special 
behavior is moat dramatic after extenaive degrees of 
nucleation have occurred it is possible that the C 
signal observed under vacuum ablation condition, is 
actually a mixture of isomers, at least in nart Related 
studies by Hasaelberger et al™ show that metastable 
fragmentation a less severe when dusters are produced 
with lower internal energies. The measurements of 
OBnen et al" showed that multiphoton fragmentation 
of clusters with 32-60 atoms occurred by elimination 
of even carbon fragments, C. (n - 2, 4, 6, _), rather 
than lower energy C, specie.. Particularly htxiguinx 
is the observation that large dusters, with 70 or more 
atoms fragment to form smaller even-duster distribu- 
tions m which Co is special (Figure H). Clusters with 
less than 32 atoms fragment into a range of smaller 
carbon speciea, a result interpreted as evidence that 
clusters with leas than 32 atoms were not cages. O'Brien 
etal also presented an interesting niechanism for this 
process which is depicted in Figure 15. Laser irradi- 
ation studies by Weiss et si" showed that the metal 
complexes were also quite resistant to photofragmen- 
tatton. They also showed that multiphoton fragmen- 
taUon of C«>M* resulted in metal-complex products 
C.M for which the critical smallest sizes occur at n- 

^lv f ° r M = Cs. K, and U respectively 
(Figure 16). Thu resuh provided strong circumstantial 
evidence for metal atom encapsulation because the 
minimum physical cage size scales with the ionic radius 
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f£*™ ,( \ i 1 ^^' Pfaowfrarmenution patwrn „■ C„K' 
'^T 1 ^ ^I'^T* dtlec, " i b ? ^ICR mass specif, 
etry by Wea et al" The break-oft, obaerroj „ C..CV andC K- 

•- ' XC,Uent , nt expectation for thf smallest 

^^Q^tST^ * 1988 

of the metals in the series. 

Prior to the isolation of macroscopic sample* of the 
fullerenes (section DC) several experiments Were carried 
out in order to determine their physical, msinlv spec- 
troscopic, properties. Tandem TOF-MS experiments 
were devised to explore the possibility that the spectrs 
of Co (neutral) and CV (the positive ion) might be 
responsible for the asteophysicaHy intriguing diffuse 
mterstellar bands (section XI). These experiments in- 
volved the resonant photodissociation of s van der 
Waals complex of benzene with neutral Co and Co* 
It proved possible to photofragment Co-CH« but not 
the ion complex, Co*-C,H,, probably because charge 
transfer forces bind the adduct too tightly in the ion 
complex." Very weak photofragmentation of the neu- 
tral complexes of C„ with CH, and CH,C1, was ob- 
served at 3860 A by depletion spectroscopy." 

Yang et al" used an ingenious technique developed 
by Cheshnovsky et al 100 to observe the UV photoelec- 
tron spectra of negative duster ions. In these experi- 
ments the spectra of carbon clusters from C„ to C„ 
have been observed. Of particular interest are the UPS 
patterns of Co. Co. and Co which show a low energy 
LUM0 feature consistent with dosed shells for the 
neutral species. Co had the lowest electron affinity: viz 
2-6-2J eV. These observations provided further strong 
support for the fullerene proposal The ionization po- 
tential of Co was obtained in an elegant way by Zim- 
merman et aL l0l - Ka who used a series of charge transfer 
measurements with various reactants of known LP to 
bracket the IP of Co-- 7.61 ± 0.11 eV. This result was 
consistent with conclusions drawn from early experi- 
ments which indicated that the LP lay between the 
energy of the ArF BTrimrr laser (6.4 eV) and that of the 
F. laser (7.9 eV) hecnum C_ «r»« 
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Fi«*« .l7.Dn««uc re , p ^" U "™. ^'^^L o~rUpp«i wd » tr.ppcd iht.milit* i-i* "« »pir .line network. 
,h<U fr.phiu m.crop.n.ele. Now uut th« fo ^YT er JroVth. U bpropo-ed thilC. nujht b. produced by . modification of thi. 
Th. »P«.« » « h « ^^^^'S^TMS;. In IKTSS. forthwith fa/choueal bond fo,m.uon might r* 
t P x^" 0 t 11 n^u^d uUt waito S truc£« might occur U imen-dUui during «ot nucl„t,on (r.pnnud from 

rtf 108; copyright 1988 M.cmilUn. Magnum Ltd.). 



ArF and l-phou>n ionized by F,. 10 " 1 

As mentioned in section IV, the most intriguing and 
convincing spectra were those obtained in the infrared 
studv of Kratschmer. Fostiropouloa. and Huffman in 
1990 i '" (see further details in sections VIII and IX). 

VI. Reaction Studies 

The first reaction studies aimed at probing the <*g» '-~ 
concept were those of Heath et aL' and Cox et al. * 
(discussed in section V) who studied the carbon/metal 
complexes. Rohlfing et aL° and Heath et al 1 " 0 carried 
out similar reaction studies which focused mainly on 
the properties of the carbon chains. It is also important 
to note that van der Waals complexes can form in the 
supersonic beam if C«, is cold. 

When various gases such as CO, NO, and SO, were 
introduced into a reactor, placed downstream i from the 
nozzle in which C„ is formed, Zhang et aL'™ showed 
that all the even carbon clusters were totally unreactive. 
The odd clusters were, on the other hand, very reactive. 
These experiments gained significant further support 
from the studies of McBvany et aL 10 and Weiss et aL 
which showed C„ and its analogues to be extremely 
unreactive in an ICR trap. However if gases are mixed 
with the driver gas in the nozzle, reactions can take 
place before and after C« is formed. With hydrogen^ 
a wide range of hydrocarbon products is detected 
(Rohlfing, 10 * Hallett et aL, 1 " and Doverstal et al ). 
Rehiring has used an in-line reflectron modification of 
the cluster beam technique and made some very careful 
high-resolution mass spectrometric measurements of 
the reactions of clusters C^-Cta ^ hydrogen.™ The 
variations in reactivity appear to be structure related 
and consistent with the cage proposal The study 
suggests that chain cluster species with as many as 44 
carbon atoms may be present. Complementary ex- 
periments by Hallett et aL' 06 and Doverstal et aL' 
indicate that dusters in the C^-C*, range show at least 
three different types of reactivity as evidenced by the 
mass spectrometric patterns of the hydrogenated 
products. The observations"* are consistent with the 
proposal that small fuDerenes (C». C*. C» Cj* Cm) can 
form.' They are also consistent with the fact that 
formation that no 22 atom fullerene can exist, as 
.... l_. —A C*..« W 



VII. Gas-Phase Carton Nucleation and C M 
Formation 

It would appear that most workers in the field are 
able to observe special behavior fairly easily and under 
a wide range of conditions, all of which have one major 
feature in common: C«j appears to be dominant only 
when nucleation Tiears completion, leaving behind, Css. 

result has one obviously simple explanation; at least 
some fraction of the even clusters— particularly C„— is 
unreactive toward growth into macroscopic particles. 
The spontaneous creation of C m requires a mechanistic 
explanation. In particular, entropy factors clearly need 
to be carefully assessed when it is proposed that so 
symmetric an object is formed in a chaotic plasma. A 
feasible nucleation mechanism was provided by Zhang 
et all 10 and refined further by Kroto and McKay. 
The nucleation model proposes that curved sp'-linked 
(aromatic) carbon networks form (Figure 17) and can 
serve as embryos for further growth. The energetics of 
sheet carbon cluster radicals is invoked to explain the 
curvature/partial closure. Easentially the drive toward 
closure is governed by the energy released as a result 
of eliminating the edge dangling bonds. For instance 
a flat graphite-like sheet of 60 atoms would have at least 
20 dangling bonds, whereas fullerene-60 would, of 
course, have none. In general, in a chaotic system, - 
partly closed, overlapped embryos, such as that shown 
in Figure 16c, are expected to form and which, once 
overlapped, cannot close perfectly. These species are 
probably highly active nucleation sites to which per- 
manent chemical binding of adsorbing fragments can 
take place. Of course some form of closure /annealing 
process might take place if the temperature is high 
enough for intra and extra network rearrangement to 
occur. It was proposed""" that during this general 
spiral nucleation process some embryos would dose 
forming fullerenea, particularly fullerene-60 which 
would no longer present a site for efficient accretion. 
The process is primarily a physicochemical 
scheme in which the fullerene. act as deadends for the 
most rapid nucleation. 

After embryo formation, epitaxial growth has been 
shown to result in icospiral graphitic giant molecules 
n , micrnnarticles''* with structures consistent with 
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Ficure 18. Comparison by McKay el «l." u " between TEM images of polyhedral graphitic micropanicles observed by Iijima"" and 
simulated TEM images for a hypothetical spiral shell panicle predicted by the nudeation scheme depicted in Figure 17. The fairlv 
round panicle observed by Iijima which is depicted in > and b is seen to exhibit a similar pattern to the simulation lop right. On 
the other hand the more polygonal particle, shown in c and d. exhibits a similar pattern to the simulation shown bottom right. The 
simulations are for the same particle observed from different angles. The hypothetical particle has shell interconnections which can 
most easily be seen in the lower right simulation. In b and d the polygonal outlines are delineated. 



those of spheroidal gTaphitic microparticles observed 
by Iijima in 1980. ' aul0 Kxoto et al 111 - 113 have provided 
further support for the scheme in the form of TEM 
image simulations based on the icospiral concentric shell 
structure concept,"" in excellent agreement with the 
Iijima images as depicted in Figure 18. Roulslon el 
el" 3 have shown that certain electronic and structural 
properties of amorphous semiconducting carbons can 
be explained on the basis of a spheroidal graphitic in- 
frastructure, rather than by the traditional flat mi- 
croetructure. Yacaman et ai"*- 1 " have shown that FT 
power-spectra processed, electron microscope images 
of carbon microparticles appear to be consistent with 
the quasi icosahedral spiral substructure."* Attention 
has been drawn to the fact that small graphitic micro- 
particles actually consist of crystalline quasiicosahedral 
graphitic cores surrounded by amorphous carbon sur- 
face layers.""™ Interestingly, Iijima 110 has shown that 
the TEM structure at the nucleus of one of the carbon 
micro particles, studied earlier 10 * was consistent with the 
image expected if it were a C m cage. With hindsight 
this result demands further serious investigation to see 
whether fullerene-60 can itself be encapsulated during 



later stages of particle growth. 

Wales 11 ' has considered some statistical aspects of the 
growth dynamics of dosed-cage structures arid Bernholc 
and Phillips have discussed the kinetic factors involved 
in the growth of carbon dusters in general 111 

It was also suggested that a modified form of the 
nucleation scheme, devised to account for the sponta- 
neous creation of Cjo, could also explain the spheroidal 
nature of soot- lau08J0JUU This proposal was criticized 
by Frenklach, Ebert, and co-workers™" 113 who favor an 
earlier theory, which invokes the physical condensation 
of flat PAH molecules held together by van der Waals 
forces into coagulating liquid drops. However, Harris 
and Weiner point out how little has been firmly es- 
tablished about the soot formation mechanism. 1 " It 
can in fact be demonstrated 12 that the new scheme is 
broadly consistent with kinetic, structural and chemical 
observations made on soot and its formation process. 

The new nudeation scheme predicts that some C M 
should form as a byproduct 103 - 10 * of soot production. 
Subsequently Gerhard t, Loftier and Homann," 7 "* 1 in 
studies of the ions produced in a sooting flame, found 
conditions under which the mass spectrum shown in 
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Fif ure 19. Mass spectrum, observed by Cerhardu Loffler. and 
Homann. n " ,c of positive ions produced by a sooting beniene • 
,oiyj!eri. flame (C/0 » 0.76) (reprinted fromref 87; copyright 1987 
Elsevier Science Publishers!. " - -• — , 

Figure 19 is obtained. This spectrum is almost identical 
with that observed during the pure carbon laser va- 
porization experiments where Ceo* is the dominant ion! 
Homann and co-workers conclude that this observation 
should not be taken as support for the new spiral nu- 
cleation scenario as the tell-tale even ions with a dom- 
inant Cgj* peak are not seen until after the inception 
of soot particle formation. The carbon/hydrogen re- 
action studies 10 *""* promise to shed further light on the 
scot formation process, but the way in which the results 
might dovetail with the conventional data remains to 
be ascertained. Kioto has summarized the present stale , 
of affairs from this viewpoint. 115 

VIII. Theoretical Studies of the Fullerenes 

Theoretical studies predating the discovery of Ceo 
have been discussed in section IL After the discovery, 
theoreticians had a ball and many aspects of the mol- 
ecule's properties have already been probed. The com- 
prehensive overview of theoretical work on fullerene-60 
presented by Weltner and Van Zee 3 is here conflated 
with more recent work. 

One important aspect of the original experimental 
observations was the fact that Cjo oZso showed special 



behavior. Topological and chemical staoilitv arc- 
ments, as discussed by Kroio' and Schmat2 el aJ.. r ex- 
plain this observation as being entirely consistent wit.-, 
the fullerene proposal. Indeed these studies iueBe^iro 
that if the C M mass spearomemc signal were due •• 
its having a closed cage fullerene structure. C- «h<«..i 
show special behavior also, for the same reason The- 
most importantly and rather convincingly, the pjllt-ri- - .- 
structure proposal no longer rested on the sineir iir.r 
observation. In fact it had now gained sitnil'iia".- 
further support by the fact that a prediction haa rvr:. 
made and neatly confirmed. Indeed the uOs-t-r 
lions, taken together, provided convincing evidence :■ : 
the existence of a whole family of fullerenes and lurthrr 
probing suggested that in addition to C M and C-.,. the 
C J4 , Cj,, C n , and Cjo clusters (Figure 201 shouid si- 
show varying degrees of special stability 4 - 5 iN.B. 
ererie-22 cannot exist 10 " 1 ). 

The dominance of Cjo and was ascribed to the la 
that these are the smallest fullerenes that can have ar. 
isomer (one in each easel in which none of the 12 pen- 
tagonal configurations, necessary and sufficient 
closure, abut. 13 It was shown 4 - 10 thai the predictior.; 
were commensurate with the mass spectrum obtained 
by Cox et al. 17 (Figure 21) and consequently there ex- 
isted convincing experimental evidence for the fullerer.t 
family proposal Since even-numbered carbon clusters 
are detectable with as many as 600 or more carbor. 
atoms',** the pcaslbujty'orgTantTuilereriea'^ 1 ' 1 siicii as - 
C J40 and C^o shown in Figure 22 appears to be an ex- 
citing possibility.™ 

Isomer stability has been discussed by Stone and 
Wales 171 who noted that the difference in energy be- 
tween isomers is small and suggested that the C M sirnai 
should be due to a mixture of isomers. This result if 
difficult to reconcile with the observation (Figures 5 and 
6) since it leads to the conclusion thai C u is no more 
special than other clusters such as C Q . Potential energy 
functions have now been developed for the carbon cages 
systems by Takai et al. ia and Balm et al. 1D The sim- 
ulated annealing, Monte-Carlo methods used by Zer- 
betto 130 to study the behavior of small carbon clusters 
have been applied by Ballone and-MHani 131 in order to 
show that the fullerene cages axe minimum energy 
structures. 

A group theoretical analysis of the electronic prop- 
erties of the fullerene family, by Fowler and Steer. 10, 
showed that the members, C„ where n = 60 + 6fe (k = 
0, 2, 3, 4, i.e. an integer other than one), should have 
closed-shell electronic structures. The degree of aro- 
maticity in a compound is of interest, and the number 
of Kekule structures .is often considered to be a guide. 
A total of 12500 for fullerene-60 has been calculated 




Flarur* 29. Five possible 'mafic* fullerenes predicted to display enhanced stability, relative to others is the ranfe with 20-60 atoms. 
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Ficurc 21 Time-of-flight mui spectrum taken from the data 
of Cc>. Reichmsnn. and Kaldor.*' The strong peaks art in ex- 
cellent agreement with expectation** if they correspond to 
fullerenes. The fullerenes 24. 2S. 32. 50. 60. and 70 (Figure 20) 
are predicted to exhibit enhanced slabiliiy, i.e. are marie Note 
the snarp cutoff at C,, which' is consistent with the fact that • 
no « slum fullerene can forxn. 

-b}- SiKmali: «.al. ; *9 Hc^ya. 1 ^ Brendsdal and Cyvin, 1 * 
and by Elser. 1M Resonance circuit theory has been 

" applied lo this problem by Schmalz et al., lsu Klein et 
al.. :561K as well as Randic, Nikolic, and Trinajstic 1 *" 140 
These studies indicate that account must be taken of 
the fact thai some resonance structures make negative 
contributions to the aromatic stabilization. SchmnlT et 
al. 9 compared resonance circuit theory with Huckel 
molecular orbital (HMO) theory and concluded that Cg, 
should be less aromatic than benzene. Amic and Tri- 
najstic 140 discuss stabilization arising from bond delo- 
calizalion. Graph theory has been applied to Cm and 
to other systems by Balasubraxnanian and Liu 1 ^** and 

. also by Dias who has circumvented group theory in 
order lo simplify Huckel calculations. 143 Huckel cal- 
culations on fullerene-60 have been made by Hay- 
mel i«4jc an( j tne stabilization due to delocalization 
discussed. Jiang and Zhang'" have calculated the 
stability of fullerene-60 by Huckel theory using moment ' 
analysis techniques. Hess and Schaad 14 * as well as 



Aihara and Hosoya ;< * have also applied Huckel theory 
to the problem, focusing on aspects of spheroidal arc- 
maticity. 

Fowler and Wcolrich 1 * 8 have made three-dimensional 
HMO calculations which predict lhai-Cg, and C TO are 
closed shell systems. Fowler'* 5 extended this approach 
in order to assess the stability in other, larger fullerene 
cages, while Fowler. Cremona, and Steer 150 have dis- 
cussed bonding in nonicosahedral spheroidal fullerene 
cages. Fowler 1 *' has extended these ideas lo various 
classes of cylindrical fullerenes and predicted closed 
electronic shells with an empty nonbonding orbital for 
clusters consisting of 10(7 + 3*1 and 12(7 + 3*1 atoms 
with 5- and 6-fold symmetry. Ceulemans and Fowl- 
er ii:.isa considered .possible Jahn-Teller distortion 
pathways for icosahedraJ molecules. 

Byers Brown 114 has discussed the simplification that 
high symmetry imparts lo r-system calculations and 
obtained algebraic solutions for the orbital energies of 
■ fullerene-60. Electronic and vibrational properties were 
calculated by using a two-dimensional HMO method 
by Coulombeau and Rassat. 1M Semiempirical calcula- 
tions including the effects of nonplahar ' T-orbilal 
overlap due to curvature have also been carried out by 
using the free-electron model in the Coulson-Golu- 
biewski. self-consistent Huckel approximation by Ozaki 
and Takahashi. 154 Haddon el al. 1 "- 15 * have also con- 
sidered the effects of nonplanarity. i.e. pyramidalization. 

Extended Huckel calculatiohs by Bochvar, GaJ'pern, ' 
and Stankevich 14 * and INDO and IND0/C1 calcula- 
tions by Feng et al. leo have been applied to Cfc and its 
isomers. A comparison between C K and graphite was 
made by MNDO with geometry optimization by New- 
ton and Stanton." 1 McKee and Herndon 163 also ap- 
plied MNDO theory to cage carbons and concluded that 
the flat "graphitene" cage, 144 in which two coronene 
sheets are linked by pentagonal rings at the edge to 
form a disk-like structure should be more stable than 
fullerene-60. These authors also considered the mech- 
anism of formation arising from rearrangement. Reh- 
ybridization and bonding were studied by Haddon, 
Brus, and Raghavachari who applied the r-orbital axis 
vector/3d-HMO (P0AV/3D HMO) method 1 "- 1 " and 
concluded that larger clusters were favored. It was also 
postulated that fuUerene-240 should be more stable 
than Luthi and Almlof 10 " 1 " have carried out 




540 



Flfun ZZ. Tb* set of fullerenes Cv, C*^. «nd C»n with diameters in the ratio 1:23. Kroto and McKay" 1 ' abowed that quasuccoahedraJ 
shape develops rapidly for the giant fuliennea. Scram is the giant fuUerenee is to be fooawd m the regions of the corannulene-like 

cusps. The surface thus becomes a smoothly, curving network connecting the twelve cusps (reprinted from ref 108; copyright .1988 
Marmillan Magrrines Ltd.). 
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larKMcale restricted Hartree-Fock calculations and they 
deduced that AH, = 415-490 kcal/mol (relative to 
eraphite) the electron affinity should be 0.8 eV and the 
ionization energy 732 eV. The electron affinity [2.4 eV) 
has been calculated by Larsson, Volosov, and Rosen 
and by Brags et aL ,n Schulman and Disch 1 " have 
calculated the heat of formation on the basis of ab initio 
SCF theory. • ' 

Hale 1 " determined electronic properties, such as the 
ionization' energy for fullerene-60, by the discrete var- 
iational (DV)-Xa method using the Slater transition 
state formalism. Such calculations tend to be good for 
spheroidal systems. Hale's orbital energy level diagram 
for fullerene-60 fa reproduced in Figure 23. The linear 
combination of muffin-tin orbital method in its atomic 
sphere approximation (LMTO ASA) was applied by 
Satpathy.™ Calculations in which the partial retention 
of differential overlap PRJDDO approach was applied 
were carried out by Marynick and Estreicher. 171 Stone's 
tensor surface harmonic theory was used by Fowler and 
Woolrich. 1- The IMOA method (iterative maximum 
overlap approximation) was applied to » range of 
fullerenes by Kovacevii, Graovac, and Babic" 5 to 
hybridization, structure and the amount of strain in 
thee cages. Haddon 17 * has discussed degree of pyram- 
idalization considerations for fullerene-60 and other 
aromatic compounds. ' 

< Fabre and Raaaat have reviewed the properties of 
*nown aromatic moleculea which are essentially conv 



In some of the calculations the electronic spectra of 
the fullerenes were the main focus. The calculations 
of Kataoks and Nakajima™ and Laszlo snd Udvardi 111 
used the Psriser-Parr-Pople method (with CI) to de- 
termine spectra, structural parameters, and oscillator 
strengths. Optimized INDO calculations were pub- 
lished by Shibuya and YoshitanL' 17 The electronic 
structure snd the spectra have abo been studied by the 
CNDO IS method fincruding CD by Larsaon et aL™ and 
by Brags et aL 1 " Hayden and Mele" 1 evaluated t- 
bonding behavior using the tight-binding model with 
electron-phonon coupling for tie ground and excited 
states of fullerene-60. Jahn-Teller instabilities in i the 
exerted electronic states and the km have been classified 
by Negri, Orlando, and Zerbetto 171 who have also esti- 
mated Frsnck-Condon patterns and phosphorescence 
quantum yields. .. . 

Several calculations focused on the vibrational 
properties of fullerene-60. The result of primary (and 
historical) significance is that only four fundamentals 
are IR active due to the high symmetry of the molecule. 
Of the 114 vibrational modes giving nse to 42 funoa- 
mentals of various symmetries, four have t,. symmetry 
and are m active whereas 10 (eighth, and two a,) are 

Stanton- gave pretainary d^ofthe 
vibrational behavior of fullerene-60 using MNDO the- 
ory. ^ Don-Cartesian coordinatometiod was employed 
. to describe the C******* « t^'^«fj[«£ 
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SCF/STO-3G calculations of the vibrational properties 
of Cm and other symmetric carbon cages have been 
published by Disch and Schulman."' Schiilman et el m 
have applied the ab initio and AMI methods to full- 
erene-24 and fullerene-60 in order to obtain heats of 
formation, vibrational frequencies, and ionization en- 
ergies. Coulombeau and Rassat have considered the 
vibrations of several fullerenes up to fullerene-120. ,M 
They have also discussed hydrofullerenes. 1 * 1 In addi- 
tion to calculating the rotational properties on the basis 
of icosahedral symmetry analysis, 1 * 1 Weeks and Harter 
have carried out a normal mode study on the basis of 
a classical spring/mass model. 1,5 They have also dis- 
cussed the ro vibrational properties of fullerene-€0. 1S5 " 1B 
Stanton and Newton" 0 extended and revised earlier 
MNDO studies giving detailed information on the 
normal modes. They have derived group theory in- 
vaxiance theorems for vibrational analysis and have 
discussed the A u vibration which essentially consists of 
rotary oscillations of the pentagonal rings. Cyvin et 
al. 1 " used a 5- parameter force field to calculate the 
frequencies of the four IR active and 10 Raman-active 
modes; and Brendsdal et al." 5 have considered ap- 
proximate methods in order to determine all 46 vibra- 
tional frequencies. Brendsdal 193 has discussed the 
symmetry coordinates. 

Slanina et al have carried out a harmonic vibrational 
analysis within the AMI method for fullerene-60 and 
also fullerene-70. 1M The study has been extended to 
include consideration of structural, energetic, and 
thermodynamic properties of both species using MMP2 
and MNDO methods. 1 **-" 7 Bakowies and Thiel 1 *"" 
have used the MNDO approach to calculate the IR 
spectra of a whole range of fullerenes from C^-C^j. For 
Cm they deduce that one vibrational band should be 
significantly more intense than the rest, see section X. 

Heymann has discussed the possibility that He may 
be trapped in a fullerene-60 cage.™ Calculations have 
been made of the spectroscopic properties of various 
intra cage complexes by Ball ester et aL 201 assuming the 
central atom is trapped in a polarizable uniform 
(spherical) dielectric cage. Kroto and Jura* 12 have 
discussed the importance of charge-transfer processes 
in the spectra of neutral and ionic fullerene intra- as 
well as ertracage (van der Waals) complexes. For the 
ions the energy is just the difference between the ion- 
ization potentials of the Cg, cage and the encapsulated 
species. Van der Waals complexes such as G^-H* are 
likely to be particularly important (section XT). Rosen 
and Waestberg have calculated the electronic structure 
of CojLa (and Can) obtaining ionization energies and 
electron affinities for the neutral and ionic species 
within the local-density approximation. 50 " 0 ' Saito** 
has also used the local density approximation to cal- 
culate the electronic properties of C^M (M = K, 0. CI). 

Theoretical calculations have been carried out on 
fullerene-60 derivatives such as bydrofullerenes by 
Coulombeau and Raasat 1M and by Scuseria 20 " who has 
also considered the perfluoro fullerene, CaoFao- Crystal 
packing considerations for spheroidal molecules in- 
cluding fullerene-60, have been discussed by Wil- 
liams.*' 

Several papers have focused on the likely electrical 
and/ or magnetic properties of the fullerenes in partic- 
ular f»rUr»>%«^n P*l-.» U.AAr*. XBJOi UWO 
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F'icujt 24. X-ray diffraction pattern of a microcrysLaJune prrMie: 
of fullerene-60. obtained by Krauchmer. Lamb. Fosiiror^^uiv- 
and Huffman.' Inset (upper leftl is a lirujle-crvsiaj etect:.r. 
diffracuoo pattern (shown in more detail in Figure 25i indeieo 
with Miller indices compatible with the X-ray pattern T'r.is 
pattern provided unequivocal evidence that the C m species '.hex 
had isolated was a round ball 10 A in diameter in pentc. 
agreement with expecution for buckminsterf ullerene ' repnnieo 
from ref 4; copyright 1990 MacmilUn Magazines Ltd. p. 

and London theory, calculated the ring current rjiae- 
netic susceptibility and concluded that the shielding . 
should be vanishingly small (less than 1 ppm) due to 
cancellation of the diascgseiic &»J parsi^-giKtii. • 
contributions. They concluded that fullerene-60 should 
not show normal aromatic behavior. Studies by Fowier. 
Lazzeretti, and Zanasi 510 and Pauling 211 have suggested 
however that the diamagnetic term has been underes- 
timated. From large scale ab initio, coupled Hartree- 
Fock calculations (involving all electrons) of the po- 
larizability and magnetizability of C a and Cjq'*, Fowler 
et aL >u> conclude that the shielding should be roughly 
the sam e as for related aromatic systems. Haddon and 
Elser 113 have discussed their own results 106 - 20 ' and 
reinterpreted those of Fowier et si 710 and conclude that 
the latter study is consistent with a small delocalized 
susceptibility. Schmalz 212 has argued that the Fowler 
et al 210 interpretation is correct. The NMR study of 
Taylor et aL' yielded a chemical shift for fullerene-60 
which is fairly typical for an aromatic species. Fowler 
et aL 21 * have extended their approach to the calculation 
of the shifts in fullerene-70, obtaining results consistent 
with observation and conTirming the line assignments 
made by Taylor et aL' This problem is further dis- 
cussed in section X. 

IX. The Isolation, Separation, and Structural 
Characterization of FuBerenes-60 and -70 

Almost five years, to the day, since the special be- 
havior of the Cao signal was recognized (Figure 5) and 
the bucfaninaterfullerene proposal made, 3 macroscopic 
samples were isolated and characterized. Kratschmer, 
Lamb, Fostiropoulos, and Huffman,* in following up 
their earlier IR observations,'- 1 ' discovered that at ca. 
300-400 "C a solid material could be sublimed from the 
deposit obtained from arc-processed graphite. They 
found that thi« sublimate was soluble in benzene and 
could be crystallized. The X-ray and electron diffrac- 
tion analyses (Figures 24 and 25) of the crystalline 
material so obtained (Figure 26) showed it consisted of 
<r I j; —i ;J.i — i — •>— — ' 
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Ficure 25 Single-crystal electron diffraction pattern of fuller- 
ene-60.' Further details of indices mre riven m FSjure 24 (reprinted 
from rtf A: copyright 1990 MscmiUaa Magazines Ltd.). 




lOOym 



Transmitted Ught 



Figure 26. Transmission micrograph of crystals ei racted by 
Kratachmer et aL' from the deposit of axc-p roc ea seo graphite. 
Tbin platelets, rods and stars of hexagonal symmetry arc observed 
(reprinted from re/ 4; copyright 1990 MaaniDan Maga ri nes Ltd.). 

by ca. 3.1 A (in graphite the interlayer distance is 
3.4-3.5 A). These authors also repealed TR (Figure 27), 
UV/vis, and mass spectra of the extracted material. 
Bands of were present (weakly) in the IR spectrum 
and, is the UV/vis spectrum, some features of fuller- 
ene-60 were masked by those of fullerene-70. These 
results provided the first confirmation of the fuller- 
ene-60 structural proposal 

In a parallel and independent study of similarly 
arc-processed carbon, Taylor et aL' had also shown that 
Cgo wu present by FAB- sampled mass spectrometry 
and that a red soluble extract could be obtained by 
treating the carbon deposit directly with benzene. 
Taylor et ai* processed the extract by the Soxhlet 
procedure and obtained a material which mass spec- 
trometry showed to contain a range of fullerenes, Ceo 
and C70 in particular (Figure 28). This material was 
chromatographed by using hexane/ alumina, and Ceo 
•.and C,o were thereby separated into a magenta and red 
* factions, respectively.. "C NMR meesurements yielded 
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Fifure 27. Infrared spectrum of fuller cdc-60 presented by 
KraUchmci ct al* ahowinf the four fundamentals in excellent 
afrcemcnL with tipecUtion for the proposed fullerene-£0 
structure- Weaker features belong to fullerene-70 (reprinted from 
ref 4; copyright 1990 MarmilUn Magazines Ltd.). 
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Ficure 24. FAB-aampled mass spectrum, obtained by Taylor 
et si,' of the soluble material extracted from arc-pro cesse d 1 1 ■■ 
phita. Apart frooa unequivocal evidence for Ck and in the 
extract there is also evidence for other even-numbered carbon 
species, particularly Cm and C^t (reprinted from ref 6; copyright 
1990 The Royal Society of Chemistry). 

proof that all 60 atoms are equivalent — a result totally 
. commensurate with the buckminsterfullerene structure. 
There is of course the alternative solution that all the 
atoms are located on the perimeter of a monocyclic ring. 
This (explosively) unlikely possibility was eliminated 
by the NMR spectrum of On which consisted of a set 
of five lines (Figure 29c) with a chemical shift pattern 
.and relative intensities commensurate with the fuller- 
. ene-70 structure (Figure 30b) first suggested by Heath 
et aL' This result not only confirmed the fullerene 
5/6-ring geodesic topology but also eliminated the 
possibility that the carbon atoms might be fluxionaL 
Almost as important is the confirmation, by this result, 
of the existence of other members of the fullerene 
family. 

X. Postbuckmt ns terhMeren* Research — 77m 
First Results 
Since the revelation that macroscopic samples of the 
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Fwutb M^ ^ NMR iP«trm obtained £nxn chromatbiraphicslly • 
purified ssmptes (Taylor et al*) of soluble material exnacted from 
S^pmc^drraphitt (.) "C NMR spectrum of .purified 
aample oHbrtin, only * single resonance, (b) ipecmnn of • mixed 
sample, and (e) spectrum of ■ purified sample of C* from which 
r has been eliminated. These »pectjm are consistent with the 
■tructura and assignments presented in Figure 20. The wing _of 
the intense benzene solvent signal lies to the far right-hand aide. 
This set of observations provided unequivocal evidence that the 
carbon atoms in C were indeed all equivalent in perfect 
agreement with expectation if the molecule were buctamnaUr- 
fillerene (Figure 30). The five-line spectrum for Ci, »a»» totaUv 
constant with that expected for (D^fuDerene-70 (Figure 30)? 
This spectrum eliminsted any Ungating doubt there might have 
been that the C atoms were either Ouxiooal or perhaps located 
ontheperimetoofainooocyelicrint. It also provide evident* 
for the stability of other members of fullerew :amQy"(repnnt«l 
from ref 6; copyright 1990 The Royal Society of Chemistry). 




Furor. *• Schematic diagrams of fuDererj»-60 and fuHcrene-70 
(baaed on (Warns of Slanina et aL m ). All sixty .torns in 
fullereoe-a) are equivalent whereas fuHerene-70 possesses frvt 
different typ- of carbon m the ratio. 10:10202000 m ^order 
Ebasdx nap^ctrrery as shown. Compare wnh the NMR spectrum 
shown in Figure 29. 

cbjomatocnipbicany separable, it is now the turn of 
experimentalist Whave a balL Ajie et al n * and Hare 

* - '* \ the .UV/viaible spectra of chro- 

- -i •■ _ j r^,^ i — rxx 





Fignrr 31. UV/vis' spectra of chromatorrsphicaily separeted 
fullerene-60 and ftiuerene^O** in bexsne solution (reprinted from 
ref 216: copyright 1991 Elsevier Science Publishers). 
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NMR Data" 
chemical shift (benxane Kiln) 142.68 pom 

Pactronic/Spectroacopic Data 
electron affinity* 2_6-2_8 eV 

iooisataoo energy- 7.61 (0.02) sV 

UV/v» bands** 213. 257. 329 (._ - 135000. 175000.51 000) 
' 404 (w) 440-670 (brd) (max. 500. 540, 570. 

600, 635) nm 

■Rrfereno.4. ' Reference 218. • Reference 191. ' Reference 222. 
•Sae al»o Figures 24. 32, and 34. 'See Figure 28. ' Reference 6 (•« 
abo ret. 215 and 228). 'Reference 99. 'References 101. 102. 239. 
and 240. 'Reference 216 (see also ref 215). 'See abo Figure 31. 



31) Rebel et al 1 " have observed a luminescence 
spectrum. Prum et ai 1 " have observed a moat inter- 
esting TJR emission spectrum from a hot gas-phase 
fullerene sample- The frequencies of the observed ^ 
bands are given in Table L 

The availability of significant quantities of fuUerenea 
hasaUs*opei»edupaRouiKlPoetr«jc^^ . 
Era of polycydic aromatic chemistry. Haufler et" 1 - a 
found that C can undergo Birch reduction to produce ^ 
. white soUd ot formula C«H»- They point out that ^ 

,u:. r . . 1 ■ 1 ( . m> >.,wlw«ThnTt in ■• 
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vinr . „ nvm drawing (50% ellipsoidal of tbe ooe-lfl-on« 
£^?um£uTxide adduct C.(0.0,)(*-< f rt-Wpynd;«H 

"SSiemn A«cd-aia to th* Advancement of Soeoce), 

which 12 isolated double bonds remain, possibly in the 
pentagonal rings. The reduction appeals ^ hewer- 
ribleVEvidence for the existence of a C.U complex was 
obtained by the laser vaporization approach, used or- 
Lnally to detect CLa.' These authors also described 
It results of cydic voltammetry measurements which 
mdicTted that C. has two reduction potent^ Simdar 
measurements have been made by AUemand et «L» 
who obtained a third potential. Their cyclic voW 
metry meaaurementa indicate that, ^o^d^fuUer- 
enea^O and -70 appear to exhibit similar electrochem- 

'^^ne^fthe first attempts to introduce functional 
groupa, Hawkins et al» have found tnatthry can form 
Sffi of fullerene-60 with Os0 4 (4^-bu^dme) 
and its analogue*. In a further study Hawkins et aL= 
have now obtained cryaUfa of the o-nuum complex 
shown in Figure 32 and shown by X-ray analysis that 
££■ of See C. sphere^ in the sohd pha« = h» 
been eliminated by the attached group. This study has 
yielded the firrt carbon-ou^bond leng^for ^e 

fullerene cage (Table J^t^^ 
aexved fascinating photophysKaT behave fuDerene^ 
shows no fluorescence and efficiently catalyzes the 
formation of singlet oxygen. Theae authors observe a 
smaUS-T splitting of ca. 9 kcal/mol which is probably 
due to the large diameter of the molecule and there- 
sulting small electron-electron repulsion energy. This 
together with the very low fluorescence rate and prob- 
ably large spin-orbit interaction appears to account for 
the fact that intersystem crossing is a dominant process. 
Attention ha. been drawn to the ^ that, due to the.r 
_ photophysical activity, care should be taken when 

working with fullerenes. , . , , 

- Harecet al» and Bethune et aL» have made infrared 
Meaaurementa on chromatc^b^y separated sam- 
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Future U Infrared spectrum of cbjomatoermpbieally purified 
fallerene-70 obtained by Hut et aL 1 " end compared with lh< 
calculated .pectrum of Bakowiea and TrueL 1 **-'" The da»hed 
curre»aneeaiiiiaiedbe«eBne. N<>ta tbat the mlemity of the very 
■trooz hand calculated to lie near MOO on-' ha» been arbitrarily 
reduced by a factor of 3 relative to other featurea. Fe.iurn 
calculated U> be ~ry weak are indicated by marker, obo^ihe 
• ouiaUdlwline (repriutsd from ref 224; copyright 1991 The 
Royal Society of Cbemiatiy). 

ene-70 together with the calculated spectrum of Ba- 
kowies and Thiel 1 "- 1 " is presented in Figure 33. Be- 
thune et aL=* and Dennis et al™ have also made Ra- 
man measurements of fullerene-60 and -70. Liquid- 
phase NMR studies of unpurified fullerene mixtures by 
Johnson et al™ confirmed the result of Taylor et al. 4 
(carried out on fully chromatographically purified sam- 
ples) that the fullerene-60 resonance is a single line. 
Aiie et al™ have also confirmed the NMR measure- 
ments of a single line for fullerene-60 and five lines for 
fuUerene-70; the former on a separated sample, the 
Utter on a mixed huTerene-60/-70 sample. A 2D NMR 
analysis on fullerene-70 by Johnson et al 13 " has une- 
qurvocalry confirmed the assignment!! made previously 
by Taylor et aL« shown in Figures 29c and 30b. Further 
refuWmentr by Fowler et al" 4 of previous studies'" 
nredict fullerene-60 chemical shifts in excellent agree- 
ment with experiment (within 3 ppm). The study also 
includes estimates of the shifts for fullerene-70 so 
supporting farther the petfto 

byT^or* aL« (Figure. 29c and 30b). Tycko et al™ 
and Yannoni et al m have made solid-state NMR 
measurements down to 1T7 K where the motion is 
sufficiently slow for chemical shift Unsor data to be 
obtained. Fullerene-60 rotates isotropically at 296 K 
and fullerene-70 rotates aomewhat more amsotropically. 
Haddon et aL™ have measured the magnetic suscep- 
tibOity of solid samples of fullerenes and found it con- 
.irtent with a molecule with a amaU nng curren :(** 
Session in section VTH). Fowler" 'note .that when 
S^ft is compared and con trasted ™* 
ahift of fulleiene-60* it may imply ambivalent character 
^ th^riueation of the molecule, -aromatic.ty is 

tJ^ZL any. o^^^^^^r-- 
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Hrurt 34. Xr»y diffraction pattern obtained by MacKay et al™ 
from « chromaioeraphicaily purified fullerene-60 sample. The 
structure revealed b basically that of a strongly disc«Jertd stacking 
of a simple hexagonal close-pecking, exactly as for elemental 
cobalt. The hexagonal unit cell refines loo - 10.017 ± 0.004 A 
and c = 16.402 ± 0.01 and contains two C spheres. The spheres 
would be 10.017 k between centers and the calculated density 
would be 1.68 g cm"'. The lines can be indexed as shown and h 
will be noted that, because of the stacking disorder, only thoee 
reciprocal lattice rows parallel to c for which -h + * « 3n are 
present. The cr'o ratio of 1.637 is Very- dose lii the theoraii:&- 
vaJue pf 1.633 and thus the pattern can also be indexed with 
respect to' a facetenured cubic lattice (with o 14.186" A) (aa 
of copper metal I with sucking disorder which removes the 200 
and 400 reflections and which introduces a very weak line (the 
first) al a spacing of o/(8/3)'" due to double diffraction from 
stacking faults. The intensity variation of the pattern as a whole 
corresponds to the transform of s sphere of radius 3.5 A giving 
a fuii minimum in the region of 2B - 25*. Since the crystal n 
a mixture of FCC and HCP arrays, extracted crystalline material 
probably contains solvent molecules trapped in the fault*. 




et al., 135 and Chen et al. 1 * have deposited fullerene 
monolayers on gold and studied them by STM. The 
, spherical molecules tend to form mobile hexagonally 
packed arrays on a surface. Chen et al™ observed local 
density variations on the surface of fullerene-60 which 
are highly suggestive of five- and six-membered rings. 

The preliminary X-ray observations were made by 
Kratschmer et al. 4 working with crystalline material 
consisting mainly of fullerene-60 with some ftulerene-70 
present. A recent X-ray diffraction image was obtained 
by Mac Kay et aL 1 " using chrornatcajrapbioally purified 
fuilerene-60 (Figure 34). This image is commensurate 
with a completely random mix of HCP and FCC arrays 
of fullerene-60 molecules. Fleming et al 53 * obtained 
purely FCC structured crystals from vacuum sublimed 
material. The implication is that interstitially trapped 
solvent probably stabilizes the mixed FCC/HCP crys- 
tals. It appears that fullerene-60 spheres are routing 
in the lattice 1 " and that when rotation ceases at low 
temperature the crystals are still disordered at the at- 
omic lcveL mJmJD * . 

A most interesting study as far as theoretical chem- 
istry is concerned is that of Lichtenberger et si"*-" 0 
who measured the photoelectrob spectrum of fuller- 
ene-60 on a surface and in the gas phase (Figure 35). 
The results axe in good agreement with the theoretical 
(DV)-Xa study of Hale 1- (Figure 23). The first IP of 
fullerene-60, 7.61 eV, is nicely consistent with the result 
?. . ^ki.;»<< Kv 7inxr~~ m.Ti -t .1 "H .m* MrKiv«nv. lta 
irk'. 
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Firun 15. Gas phase (upper) and this film (lower) He 1 valence 
photoelectron spectra of fuBerene-60 obtained by Lichtenberger 
et tl a,Jm The DV-Xo results or Hale™ (see Figure 231 which 
appear to be in good agreement with observation are indicated 
(reprinted from ref 239; copyright 1991 Elsevier Science Pub- 
liahers). 

Luffer and Schram" 1 have made electron ionization 
mass spectrometric measurements on fullerene-60. 

Several papers presented at a special symposium on 
?,bs fu.Uw.rsr5 (Nov 1990) have been collected together 
and published by Averback et al.'° Some of the most 
- important eaperiaestal!; iiei-jjiiJisd prap*rt"7 c , 
fullerenes are presented in the Table 1. 

XI. Astrvphysical Implications of C M 

Although low-temperature ion-molecule processes 
(Herbst and Klemperer 143 and Dalgarno and Black 5 ") 
can account for most interstellar species, the long cya- 
nopolyynes presented a problem. It was experiments 
which probed the possibility that carbon stars might 
be responsible for them 30 * which revealed the stability 
of fullerene-60. 3 An important aspect of the experi- 
ments lay in the possibility of probing the conjecture 
of Douglas 40 that carbon chains might be responsible 
for the diffuse interstellar bands (DIBs). The DIBs are 
a set of interstellar optical absorption features of var- 
ying widths which have puzzled astronomers and 
sptxrtroscopists since the mid- 1930s. Herbig has pub- 
lished the definitive analysis of these features. 5 "- 5 
Many possible contenders for the carrier have been 
suggested, however no generally accepted explanation 
exists so far! This is strange as the species responsible 
is dearly abundant, chemically bound (Le. not atomic), 
and must be quite stable in order to survive in the 
hostile interstellar environment or, if destroyed, be very 
efficiently reformed. The types of carrier appear to be 
few in number and must have very large electronic 
absorption coefficients. 

The possibility that C» might be the widely distrib- 
uted in the Universe and particularly in the outflows 
from carbon stars was suggested when the original 
discovery of its stability was made. 3 It was also pointed 
out that the fullerene-60 surface might be an important 
site for the catalysis of interstellar reactions and per- 
haps it (or o derivative) might be responsible f°"V5£ 
features as the DIBs. There is one key argument, 
associated with the proposal that fullerene analogues 
finnirwi or ivn-ionized. comolexed or otherwise Vmav be 
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the carriers has that all previous suggestions dp not: 
fullerene-60 and its analogues are unique in that they 
appear to survive the violent processes which occur 
when the atomic components of a chaotic plasma con- 
dense to form particles. Various aspects of this original 
conjecture, particularly with regard to possible deriva- 
tives such as intracage complexes both ionized and 
neutral, have been discussed 11 " 4 * in general terms. 

As far as the neutral fullerene-60 species in space is 
concerned, the negative results of searches based on the 
laboratory measurement* 8 has been published by Snow 
and Seab 34 ' and Sommerville and Bellis. 54 * 

The conditions in the ISM are such that a large 
fraction of. any fullerene-60 molecules present is likely 
to be ionized and thus it has been pointed out that the 
spectra of ionized fullerenes such as C a * or fullerene 
analogues (such as the cage complexes C«,M*) might 
be responsible for . some astrophysics! features."- 4 ' 
Leger et a!*° and Joblin et aL 530 have taken up the Co- 
proposal and considered it further. 

Complexed species (section VIII) in the interstellar ■ 
medium are particularly interesting as any C a present 
is likely to be ionized and probably have something 
stuck to its surface. As the DIBs exhibit features rem- 
iniscent of matrix spectra, the possibility that intracage 
complexes"-" as well as the extrscage complexes^- • - 
might be responsible has been discussed. Heymann™ 
"has considered the He intracage complexes and Baj- 
lester et ai other likely species containing 0, Na, etc 301 
Kroto and Jura 5 ™ draw particular attention to the fact 
that the charge transfer bands of the (C^M)* intracage 
complex and the van der Waals extracage- complex 
(C^r-M (M = alkali, alkaline earth, or other element) 
are likely to be very strong. Particularly interesting are 
possible relationships that charge-transfer transitions 
might have with the DIBs and perhaps also the strong 
unassigned 2170 A absorption feature which has puzzled 
astronomers for over seven decades. Hoyle and Wick- 
ramasinghe 351 suggested that C«, itself might c:plain 
this feature and further calculations relating to this 
possibility have been discussed by Braga et al." 1 Ra- 
bilizirov" 3 has also discussed these possibilities. 
Wright 153 has discussed the general optical/UV char- 
acteristics of fullerenes and concludes that the observed 
interstellar extinction is not consistent with the pres- 
ence of significant quantities of spheroidal particles with 
graphite-like outer shells. In this respect the existence 
of the amorphous carbon surface layers surrounding the 
' graphite cores of carbon microparticles may well be 
important. 11 * From the UV/vis spectra obtained so 
far*- 315 - 5 " it is clear that neutral fullerene-60 is not re- . 
sponsible for either the DIBs or the 2170 A hump. 

There are also some intriguing interstellar emission 
features in the IR, termed the unidentified infrared 
bands (UIBs), which have been assigned to PAH-like 
material by Duley and Williams, 5 ** Leger and Puget, 554 
and Allamandola et ai°" The assignment rests largely 
on the reasonable correspondence between the astro- 
physical frequencies and those of polycyclic aromatic 
molecules which are usually used for fingerprint iden- 
tification of large PAHs. Balm and Kroto 51 ' have dis- 
cussed the fact that, if the fullerene-60 concept b cor- 
rect, PAH material in space is likely to be nonplanar. 
• They point -out that one feature, namely that at 11.3 



The new results also offer possible new avenues of 
study as far as condensed carbonaceous matter in the 
cosmos is concerned. According to McKay ei-al. 5 ** 
caged carbon cluster; may offer a plausible explanation 
of some' of the isotope anomalies observed in the ele- 
mental analysis uf carbonaceous chondrites particularly 
the a Ne anomaly Clayton 1 " has pointed out that 
condensation in the atmospheres of supemovae might 
explain the so-calleo Ne-E. anomaly. McKay et al. 114 
have suggested thai thus observation might be explained 
by encapsulation of "Na in fullerene cages or icospira) 
embryos during the dust formation phases that follow 
supernova and nova outbursts. Subsequently, the decay 
of a Na yields an encapsulated "Ne atom. Zinner el 
al. 360 have pointed out that isotope anomalies are only - 
to be found in spheroidal carbon grains. So far the only 
evidence thai'C«, might exist in space is an unconfirmed 
report by Anderson. 

XII. Conclusions 

It look some 15 or so years before the imaginative 
theoretical conjectures of Osawa and Yoshida 11 " and 
Bochvar and GaJ'pern :: ie were realized in the discovery 
of the stability of the C«> mass spectrometry signal 3 in 
1985. A further period of five years elapsed during 
"wnr£iT" :; thiie inVrK- €Xft*i imeriUii' rxiedsureftifcnts and 
^theoretical .s^udje4,w^te.jpad.e.„.B^-a^dt(are; .the theo- 
retical work (section.Vtlll substantiated the idea that 
buckminsterfullerene should be stable. As time elapsed 
the weight of circumstantial evidence grew and ulti- 
mately became convincing. The key observations in- 
clude: 

(1) Detection of monometallic complexes indicated 
that atom encapsulation was feasible.'- 96 

(2) Further cluster beam studies showed 60 to be a 
magic number whether the carbon species was posi- 
tively or negatively charged or neutral. 4 *- 6 * -13 

(3) Reactivity studies showed the molecule to possess 
an inertness thai was consistent with closure and the 
absence of dangling bonds. " aj6 

(4) The pentagon isolation principle explained the 
observation of C«, as the first magic number and On 
as the second." Thus it was shown that the fullerene 
hypothesis rested on the observation of two magic 
numbers and not just one. Further refinement of the 
geodesic principle explained other observed magic 
numbers." 

(5) Large fullerene networks were found to possess 
quasiicosahedral structures and thus related giant 

- concentric cage species'™ appeared to explain the in- 
frastructure of the carbon microparticles observed by 
Iijima. 109 - 110 

(6) Photoelectron measurements of Yang et al." were 
also quite consistent with the fullerene conjecture. 

These and other studies (discussed in sections V-Vll) 
thus had laid the background against which the critical 
infrared observation of Kratschmer et al. 5 - 1 * was made. 
They were led to make this observation by considering 
that some intriguing optical features observed in 1982 
might be due lb buckminsterfullerene. These obser- 
vations were followed up by Kratschmer, Lamb, Fos- 
tiropoulos, and Huffman* and Taylor et al.,' and the 
results have revolutionized the field in that now the 
material can be made in quantity and the properties of 
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It is interesting 10 note that the motives for the ex- 
periments which serendipitously revealed the sponta- 
neous creation and remarkable stability 3 of were 
astrophysics! Behind this goal lay a quest for an un- 
derstanding of the curiously pivotal role that carbon 
plays in the origin of stars, planets, and biospheres. 
Behind the recent breakthrough of Kratschmer et al. 
in producing macroscopic amounts of fullerene-60, lay 
similar astrophysics] ideas. 4 It is fascinating to now 
ponder over whether buckminslerfullerene is distrib- 
uted throughout space, and we have not recognized it. 
and that it may have been under our noses on earth, 
or at least played ah important role in some very com- 
mon environmental processes, since time immemorial. 

The material is already exhibiting novel physical and 
chemical properties and there can be little doubt that 
an exciting field of chemistry and materials science, 
with many exciting applications has opened up. One 
of its most important properties is its ability to accept 
electrons. Tne low-lying LUMO causes it to be a soft 
electrophile. 

It is perhaps worthwhile noting that Car, might have 
been detected in a sooting flame decades ago and that 
our present enlightenment has been long delayed. How 
serious this delay has been only time will tell; however, 
already fullerene chemistry is a vibrant field of study 
and the prospects for new materials with-. naval-prop.-.: 
erties is most promising. Certainly, a New Round 
,Postbuckminsterfullerene World of carbon chemistry 
appears to have been discovered, almost overnight It 
should not be long before the molecule becomes a 
standard in textbooks; indeed construction procedures 
for fullerene-60 and giant fuilerenes are to be found in 
the educational literature."* -20 

Warning 

The UCLA group has pointed out the importance of 
treating the material with gTeat caution at this time 
when so little is known about it. 363 Its ability to catalyze 
the formation of singlet oxygen and its novel chemical 
behavior inevitably suggest the possibility that the 
fuilerenes might be carcinogenic Particular care should 
be taken to ensure that the dust is not inhaled during 
preparation of the soot itself. 
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Tbe cover picture shows, a section of a high-frequency oven used in a novel 
synthesis of fullerenes. The reaction zone (at approximately 2800 °C, the light 
is dimmed by the soot beginning to deposit) is depicted at the start of the 
fullerene production. The inductor, boron nitride insulation tube, quartz tube, 
and initial formation of smoke can be seen. More about the novel efficient 
synthetic method is reported by M. Jansen and G. Peters on page 223. The 
boom in fullerene chemistry continues. The third in a series of highlights on the 
important recent results (previous updates were published last year in the 
January and June issues) will appear in the next issue. An overview of the 
preparations, properties, and reactions of C 60 is planned. This issue includes 
two highlights on silicon clusters including Si 60 (p. 173). a communication on 
He@C 60 (p. 183), and, last but not least, an exciting account by H. Kroto on 
the start of the fullerene story (p. 111). 




Review Articles 



A "round organic chemistry" has burgeoned 
this last year following the development of an 
efficient means of producing fullerenes in 
1989/1990. One of the protoganists in the 
fullerene story describes in a lively personal 
style how this fascinating new chemistry 
came about. In this thriller he points out that 
the discovery of C 60 in 1985 did not result 
from an applications-oriented search but 
rather from basic research and scientific cu- 
riosity. 




H. W. Kroto* 



Angtir . Chcm: ... 

ini. Ed. Engl. 1992, 3/. 111... 129 

C 60 : Buckminsierfullerene, The Celestial 
Sphere that Fell to Earth 



Almost atomic resolution is achieved today in techniques for studying 
monomolecular Langmuir films of amphiphilic molecules. Synchrotron X-ray 
sources providing well-collimated. high-intensity radiation make this possibje. 
In this review the principles and methods used to study thin films are discussed. 
In these investigations, for instance, a strong influence from solute molecules 
or ions in the subphase on the crystallinity of the monomolecular layer was 
revealed: whereas st-glycine increases the crystallinity of a fluorocarbon mono- 
layer, 0-alanine decreases it. Possible explanations for the phenomena are also 
presented. 



D. Jacquemain, S. G. Wolf, F. Leveiller, 
M. Deutsch. K. Kjaer,* J. Als-Nielsen,' 
M. Lahav,* L. Leiserowitz* 

Angew. Chem. H QH 

Ini. Ed. Engl. 1992. 31, loU... 152 

Two-Dimensional Crystallography of 
Amphiphilic Molecules at the. Air-Water 
Interface 
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C 6 o : Buckminsterfullerene, The Celestial Sphere -that Fell, - . 

By Harold W. Kroto* 

In 1975 - 1978 the long-chained polyynylcyanides, HC 3 N. HC,N. and HC,N were surprisingly 
discovered in the cold dark clouds of interstellar space by radioastronomy. The subsequent 
quest for their source- indicated that they were being blown out of red giant, carbon stars. In 
1985 carbon-cluster experiments aimed at simulating the chemistry in such stars confirmed 
these objects as likely sources. During these cluster studies a serendipitous discovery was 
made; a stable pure-carbon speci-is. C 60 . formed spontaneously in a chaotic plasma produced 
by a laser focused on a graphite target. A closed spheroidal cage structure wai proposed for 
this molecule, which was to become the third well-characterized allotrope of carbon and was 
named buckminsterfullerene. It has taken five years to produce sufficient material to prove the 
correctness of this conjecture. There may be a timely object lesson in the fact that exciting new 
and strategically important fields of chemistry and materials science have been discovered 
overnight due to fundamental research, much of which was unable to attract financial support, 
and all of which was stimulated by a fascination with the role of carbon in space and sure. In 
this account, interesting aspects of this discovery, its origins, and its sequel are presented. The 
story has many facets, some of which relate to the way scientific discoveries are made. 



Molecules with Unsaturated Carbon Bonds 

In the early 1970s, the chemistry of carbon in unsaturated 
configurations became the prime research focus for my 
group at the University of Sussex. 1 ' 1 We were interested in 
free unstable species and reaction intermediates containing 
C-S, C-P, C-Si, or even C-C multiple bonds. The work orig- 
inated from an abortive attempt to produce thioformalde- 
hyde (H 2 C=S) by photolysis. However, we switched imme- 
diately to thermolytic activation after 1 heard a lecture in 
which Don Johnson (from the U.S. National Bureau of 
Standards in Washington, D.C.) described how he and Pow- 
ell had made this compound 121 by passing MeSSMe vapor 
through a quartz tube heated simply by a bunsen burner! 



[•] Prof. Dr. H. W. Kroio 

School of Chemistry and Molecular Sciences 
University of Sussex 
Brighton BN1 9QJ (UK) 



This approach worked beautifully; we produced numerous 
other new compounds containing the C=S moiety such as 
thioethanal and thioketene by thermolysis of specially syn- 
thesised precursors, and characterized them mainly by mi- 
crowave and photoelectron spectroscopy." 1 These sulfur 
species possessed a distinctive odor, and-I for one have sym- 
pathy with the citizens of - Freiburg -who, according to 
Noller, |S1 forced Baumann and Fromm to abandon their 
work on these compounds. We gave up our work on seleno 
analogues for similar reasons after detecting seleno- 
propanal! After success with sulfur/carbon compounds we 
jumped, in the spirit of Mendeleev, to the next element in the 
second row of the periodic table, phosphorus. The first phos- 
phaalkenes, CH 2 =PH and CH^PCl,'* 1 were produced in 
1976 in a joint project. with John Nixon; several more fol- 
lowed." 1 Simultaneously, Becker in Germany made 
PhP=C(fBu)OSiMe 3 . 151 At this stage I envisaged a simple 
possible solution to the problem which had been on my mind 



since 1964. namely to ascertain whether derivatives of Gier's 
beautiful molecule HCsP' 6 ' could be made. I had been fas- . 
cinated with HCsP since the day I arrived as a postdoc at the 
National Research Council (NRC) laboratory in Ottawa- 
and heard Takeshi Oka (who was then also an NRG post- 
doc) enthuse over a spectrum of this molecule which Kelvin 
Tyler (another NRC postdoc) had just obtained. 1 ' 1 It seemed 
to me that the chemistry of HC=P and its analogues must 
parallel that of the nitriles. Transition-metal complexes 
could probably be prepared, and cycloadditions to generate 
phosphorus-containing rings would be feasible, 18 ' " The sim- 
ple approach worked very well, and we produced the first 
phosphaacetylene derivative.' CH 3 C=P." 01 by thermolysis 
of EtPCI, (provided by R. Schmutzler). We followed this 
breakthrough with the syntheses of other XC=P species 
(X = Hal, Ph. N=C. N=C-C=C. etc." 1 ). It is most satisfy- 
ing that, as I had originally conjectured in 1964, the phos- 
phaalkynes (and the phosphaalkenes) have subsequently 
been exploited by ourselves and other groups as synthetic 
building blocks.... 

In parallel with our studies of compounds made up of • 
second-row elements and carbon we probed molecules con- 
taining chains with C— C multiple bonds. My fascination 
with such chains developed very early on in a study of the 
peculiar molecule, carbon suboxide 0=C=C=C=0 (one 
subject of my Ph.D. work at Sheffield in the early 1960s with 
my supervisor Richard Dixon). This stimulated my curiosity 
in extended carbon chains and the unusual flexibility which 
they often exhibited: a preoccupation with sudi molecules 
has continued to this day. When I flash-photolyzed C 3 Oi a 
year or two later at the NRC. I ended up with a cell full of 
black soot and a magnificent spectrum of the C 3 molecule, 
whose enigmatic patterns had finally been deciphered by 
Gausset etal. 1 " 1 Almost everything about these carbon 
chains seemed idiosyncratic,. and I stored such observations 
up for the future. These memories were reawakened in the 
early 1970s by David Walton's work on polyynes at the Uni- 
versity of Sussex. David had developed elegant methods for 
synthesizing long-chain polyynes. based upon silyl-protec- 
tion techniques which he pioneered in acetylene chem-' 
istry." 2-1 * 1 He and his students had made the parent 
24 carbon-atom species in minute quantities in solution and 



tion-rotation dynamics — a topic which had attracted my 
interest. In my mind they conjured up an image of a micro- 
scopic quantum-mechanical cheerleader tossing a very 
bendy bamboo baton high into the air — and then attempting 
to catch the violently flexing and turning baton it as it de- 
scended. The obvious first compound for microwave study 
was the cyanopolyyne. HC 5 N, because of its expected enor- 
• mous dipole moment. Walton devised a synthetic route; An- 
thony Alexander, a "Chemistry by Thesis" student (editorial 
comment: for an explanation see the acknowledgements at 
the end of the review), successfully prepared it and measured 
its microwave spectrum in 1974.' 131 This was a wonderful 
achievement for an undergraduate and .a very important one 
for me, since it was the first molecule to be characterized on 
our newly acquired microwave spectrometer. 




Fig. 1 . The dark clouds in Taurus from Bamards 1927 survey. Ailaj of Stltcicd 
Region! of the Milky Way. (Ed.: E. B. Frost. R. Calvert). Carnegie Institute. 
Washington. D.C.. 1927 . Keiles's Cloud 2 is in the left-hand bottom comer as 
indicated by coordinate markers. 



At about this time spectacular advances were being made 
in molecular radioastronomy. The black clouds which are 
smeared across our Milky Way galaxy (Fig. 1 ) were found 
to possess long-hidden dark secrets. Townes and co-work- 
ers" 6 ' opened the Pandora's box in 1968 and revealed that 



H-'C=C-C5C-CsC-C=C-CsC-C=C-CsC-C=C-CsC-C=C-CsC-C=C-H. 



even a 32 carbon-atom (silyl-protected) polyyne." 31 These the clouds are full of identifiable molecules. Astronomers 
chains were precisely what was needed for a study of vibra suddenly realized what a key role molecules played in the 
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^timaie gas dynamics involved in ihe birth of siars and 
planets. Apart from well-known species such as ammonia. 
* water, and ethanol— enough for 10" 8 bottles of.schnapps in. 
Onon alone— Bill Klemperer ingeniously identified the 
HCO" ion (proionated CO)' ni which had not previously 
been delected in the laboratory. Thus space served not only 
as a playground reserved for astronomers, but it now pre- 
sented chemists with a novel piece of apparatus, indeed a 
colossal new spectroscopic sample cell, containing a plethora 
of exotic molecules in a wide range of physico-chemical 
environments." 81 Shortly after Turner" 91 had detected . 
HC : N by microwave frequencies. 1 wrote to Takeshi Oka at .. 
the NRC; my group had recorded the. analogous frequencies 
of HCjN, and I wanted to search for the molecule in space. 
Takeshi and I had worked (1964-1966) in the same labora- 
tory at the NRC during the golden years of that research 
organization. 1 * 1 He replied saying that he was "very, very, 
very. very, very much interested". 

In November 1975 the search for radio waves of HC 5 N 
(with Canadian astronomers Lome Avery, Norm Broten, 
r and John MacLeod) resulted in the successful detection of a 
ff,a ^ffaWf6?frSfi- , B^f ! a :i giant -cloud of molecules near the center ; 
of the galaxy. 1101 Although we had been hopeful, we were 
surprised by our discovery since it had seemed such a long 
shot. In 1975 molecules with more than three or four heavy 
(C, N, or O) atoms were assumed to be far loo rare to be 
detectable. However, having found HC 5 N in space, we 
thought that HC,N might also be present. Walton devised a 
synthesis of HC 7 N. and graduate student Colin Kirby man- 
aged the very difficult problem of making it and measuring 
its spectrum. 12 ". By the time Colin (in England) finally suc- 
ceeded in recording the vital frequency, we were actually 
working on the radio telescope, since our allotted observing 
session had already started. Colin telephoned my wife, who 
wrote the value on an envelope (Fig. 2 left). She then tele- 
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Fig. 3. The 46 m radiotelcscopc in Algonquin. Park. Ontario. Canada with 
which the long-chain carbon molecules in space were delected. 



(Fig. 1) rose above the horizon (perfect timing). We tracked 
the exivaiidy wsak signals.,£Fnjn. ; tbe,.cpld dark, cloud 
•throughout the evening. The^coj£D^ 
and stored incoming data, but to our frustration we'coulcf 
not process the data on-line while the telescope was running. 
The system did. however, display individual ten-minute inte- 
grations, and as the run progressed we watched the oscillo- 
scope for the slightest trace of the predicted signal in the 
receiver's central channel. During the course of these ten- 
minute snapshots, we gradually concluded that the central 
channel signal was possibly higher on the average than near- 
by ones. Desperate for even the faintest scent of success, we 
carried out a simple statistical analysis in order to determine 
whether the signal level of the channel was greater than the 
noise. As the night wore on we became more and more excit- 
ed, convinced that the signal was significantly more often 
high than low; we could hardly wail for Taurus to set. By 
1:00 a.m. we were too excited and impatient to wait any 
longer, and shortly before the cloud vanished completely, 
Avery stopped the run and processed the data. The moment 
when the trace in Figure 4 appeared on the oscilloscope was 
one of those that scientists dream about and which, at a 
stroke, compensate for all the hard work and the disappoint- 
ments which are endemic in life. The circumstances of this 
discovery— the arrival of the value of the microwave fre- 



Fig. 2. The envelope (left) and intermediate note (right) with the precious ex- 
perimental data from which the frequency of HC,N in space was determined. 



phoned Fokke Creutzberg, a friend in Ottawa, who also 
noted it carefully (Fig. 2 right) and transmitted it to us at the 
telescope site in Algonquin park (Fig. 3). The next few hours 
were high drama. We dashed out to the telescope and tuned 
the receiver to the predicted frequency range as Taurus 



|"1 Under the guidance of Gerhard Herzberg the NRC had become the Mecca 
for speciroscopisls. and it was here that Cec Coslain introduced me to the 
delights of microwave spectroscopy. 




Fig. 4. The fir* oscilloscope trace of the radio signal emitted by intcmelbr 
HC.N in Heiles s Cloud 2 in the constellation of Taurus (see the coord.nat.on 
markers in Fig. 1). 



in 



quency from the UK jum ,n the nick of lime, the gradual 
growth of the conviction that there might be a signal in that 
central channel of the receiver, and then finally the revelation . 
that we (Fig. 5) had detected an enormous molecule in 
space'" 1 — made for a truly cathartic scientific experience. 
(Modern on-line data processing would have diminished the 
experience). Obviously, the next candidate was HC 9 N. but 




Fig. 3. The team ai the NRC laboratory jusi after the detection of HON in 
space (from left): Avery. Ota. Broien. MacLeod, and Kroto. 



its synthesis was a daunting task. Fortunately, Oka devel- 
oped a beautifully simple extrapolation technique with 
which he predicted the radio frequencies of HC,N. Almost 
unbelievably, we detected this molecule as well!'"! Bell ct'al. 
later delected even HC, , N.< 2 *' 

The Search for the Source of Carbon Chains 
in Space 

It is not so obvious today, but in 1975-1978 such long- 
chain molecules were a totally new and unexpected compo- 
nent of the interstellar medium. How such species came to be 
present was not at all clear. I felt that it was not sufficient just 
to have co-discovered them: I really wanted to solve the 
puzzle of how they got there in the first place, and indeed 
what they were doing there anyway. After all. everything in 
nature seems to have some role to play. The search for the 
source of these compounds became something of a preoccu- 
pation (even an obsession). By the early 1980s I was con- 
vinced that ihe ion-molecule reactions which Eric Herbst 
and BUI Klemperer.' 25 ' and Alex Dalgarno and John 
Black 126 ' had devised, and which accounted beautifully for 
almost all other interstellar molecules, really could not ex- 
plain the origins of chain molecules."- 18 > It gradually be- 
came clear to me that red giant, carbon stars must hold the 
key. Particularly interesting was ihe spectacular infrared ob- 
ject IRC+ 10216. discovered by Eric Becklin and his col- 
leagues, 127 ' which pumps vast quantities of chains and erains 
out into space. I wondered about this red giant and the fact 
that it was shrouded in grains and chains, which were formed 
at roughly the same time." - and whether "the long chains 
may be an intermediate form of carbon, between atoms and 
small molecules such as C. C : . and C 3 . which are well 
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known a.,-- particles with high carbon content such as 
soot . 1 Perhaps some symbiotic chain/dust chemistry was 
involved. 



The First Visit to Rice University (Easter 1984) 

The foregoing account sets out the background for my 
thoughts about the role of carbon in space prior to my trip 
to Rice University in Texas during Easter 1984 to visit Bob 
Curl. Almost the first thing that Curl told me was that I 
should visit his colleague. Rick Smalley. He enthused over a 
very recent result obtained by Smalley and his co-workers, 
who had analyzed the spectrum of theSiC, and had shown 
the molecule not to be linear, as some.might have expected, 
but triangular.' 28 ' (The analogous C 3 species is linear, al- 
though only just." ") I visited Smalley 's laboratory and saw 
the laser vaporization cluster-beam apparatus which he and 
his co-workers had recently developed. This powerful tech- 
nique enabled the mass-spectrometric study of stable clusters 
>- ^fer^cd-in a,hc}j>jm-en-:raiaed plasma, produced by a pulsed 
„ «Ja$er focu*=d <?-va,.rr>H-* v~~ r ,-.,..T_...,i,.:. ,„.•.„. 

silicon carbide was vaporized and the electronic spectrum of 
SiCj observed.' 28 ' I was much impressed by the result but 
even more by the experimental technique.' 2 " This method 
was clearly a major breakthrough in cluster science, since it 
made refractory clusters accessible for detailed study for the 
first time. I had already heard of it, but to see the apparatus 
in operation was quite fascinating. The result of the SiC, 
experiment was particularly interesting to me. because it was 
consistent with some, unusual theoretical results for 
>Si=C< species' 30 ' obtained at Sussex in collaboration 
with John Murrell some years earlier. What excited me most, 
however, was the thought that by simply replacing silicon 
carbide with graphite, it should be possible to simulate the 
type of chemistry which takes place in the atmosphere of a 
carbon star and produce the long carbon chains. As the day 
wore on I became more and more convinced that the tech- 
nique was perfect for this purpose and that evening discussed 
■it with Curl. Because of his interest in microwave spec- 
troscopy, he was immediately enthusiastic, and we made 
plans for a joint project in the hope that Smalley would also 
be interested. Perhaps we could detect chains with as many 
as 24-32 carbon atoms related to Walton's polyynes or Hin- 
tenberger's. equally amazing pure-carbon species (C 33 etc.).' 
which were delected by mass spectrometry in the early 1 960s 
in a carbon arc.' 3 " I dreamt that one day it might be possible 
to detect a chain molecule such as HC 33 N (which is as long 
as the chains that Walton had made in a lest tube) in space. 
Curl was particularly excited by the prospect that we could 
check out an interesting idea of the late Alec Douglas. 1321 
namely, that carbon chains might be carriers of the famous 
Diffuse Interstellar Bands— a set of absorption features' 33 ' 
which have puzzled astronomers and spectroscopists for 
more than six decades. Because the project was not consid- 
ered a priority by the cluster group at Rice University ai that 
stage, it had to await a convenient slot in their program. 

In the interim, a group at Exxon carried out the basic 
graphiie-vaporization experiment. In ihe summer of that 
year (1984) they published a fascinating result: the discovery 
of a totally new family of carbon clusters C 30 -C, 90 ' 3i| — 



much larger species ihan ihose prepared by Walton 
et al." 3 " 141 or observed by Hintenberger. 13 " This excitihg- 
discovery was peculiar because only even-numbered clusters 
were detected. It is imponant to note that at this juncture no 
specific cluster was perceived to be special. In August 1985 
(almost 1 8 months after my visit) Curl telephoned to say that 
carbon experiments were at long last imminent. He asked 
whether I wanted to come to Houston to participate or if 
they should carry out the experiments and send the data to 
me. One thing was certain in my mind: I had not waited this 
long, to have my experiments carried out by others in my 
absence; I wanted to do them myself and to direct the oper- 
ation personally. Therefore I packed my bags and at my wife 
Marg's expense arrived at RiceUniversity within days. 



Second Visit to Rice University — 
The Discovery of C 60 



.Silicon and germanium cluster studies were on the Rice . 
nlate in August 1985 because of their implications for semi? 
conductors. Such experiments were considered to be impor- 
tant because the results might have useful applications (!) 
The carbon project, on the other hand, was thought to have 
no possible application (other than for astronomy) and was 
to be completed quickly, causing as little delay to the semi- 
conductor study as possible. Preliminary measurents on car- 
bon had already been carried out. and the Exxon spectra had 
been reproduced ; nothing untoward was noticed. As soon as 
I arrived (August 28th) I presented a lengthy informal semi- 
nar on everything I knew about carbon in space, stars, and 
soot. My experiments started on Sunday, September 1st, 
1985. I worked in the laboratory alongside two research 
students, Jim Heath and Sean O'Brien — an exhilarating ex- 
perience; Yuan Liu was also involved. We toiled late into the 
night, varying the clustering conditions and. monitoring the 
reactions of the carbon clusters with hydrogen, oxygen, and 
ammonia — gases which I thought would give rise to 
polyynylcyanid.es and other chain molecules. They did! The 
experiments thus immediately confirmed that the chemistry 
in red giant stars could be responsible for interstellar carbon 
chains. Curl and Smalley paid frequent visits to the laborato- 





Fig. 7. Entries by Heath. Liu. and CTBricn in the Cluster Laboratory Note- 
book from the period September 4-7. 1985 when key experiments were carried 
out at Rice University, a) September 4th : First recorded note that C.„ and C„ 
were very strong (see also Fig. 6). b) September 5th: C. 0 signal again very 
strong, c) September 6th: Record of first experiments which specifically aimed 
at optimization of the conditions for production of a dominant C„ signal ("C„ 
is 30 x larger than C„.") d) September 7lh: Further power-dependence stud- 
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Fig. 6. Annotated limc-of-flighi (TOF) mass spectrum of carbon clusters pro- 
duced on Wednesday. September 4th. 1985. the day on which the dominance of 
lnc C, 0 signal was first recorded (set also Fig. 7a). 



ry. As the experiments progressed it gradually became clear 
that something quite remarkable was taking place: As we 
varied the conditions from one run to the next, we noticed 
that a peak at 720 amu 1 * 1 (corresponding to a C 60 species) 
behaved in a most peculiar fashion. Sometimes it was com- 
pletely ofT-scale; at other times it was quite unassuming. The 
spectrum recorded on Wednesday, September 4th. 1985 was 
astounding (Fig. 6). Our reactions were noted in the labora- 
tory record book (Fig. 7 a). and I annotated my copy of the 
printout (Fig. 6). From that point onwards the idiosyncratic 
behavior of this peak was followed very, very closely 
(Fig. 7 b). When this result appeared, the carbon project— 



!•] Editorial note: amu = atomic mass unit. According 10 Quantities. Unas and 
Symbols in Physical Chemistry (Ed.: Int. Union ofPure and Applied Chem- 
istry). Blackwcll. Oxford. 1989 (Chapter 2.10). amu is the symbol for the 
unified atomic mass unit m„ and the unit u. In this review the unit amu which 
is still encountered frequently is used. 



for ihe first lime — engendered general interest, and by mutu- 
al agreement continuation of the semiconductor program 
was delayed so that we could concentrate on the remarkable 
phenomenon which we had uncovered. As the weekend 
approached our actions, thoughts, and conversations turned 
more and more to the phenomenon. What might this special 
"wadge" of carbon be? Smalley had never come across this 
British term for a cluster and liked it so much that he suited 
to refer to C 60 as the "Mother Wadge"; the omnipresence of 
the cluster led me to call it the "Godwadge". On Friday. 
September 6 during a group meeting. Curl suggested that we 
should concentrate on identifying the conditions under • 
which the 720 amu peak was most prominent. 0"Brien and 
Heath agreed to work shifts during the weekend. Experi- 
ments aimed specifically at optimizing the signal were. car- 
ried out that same evening, and conditions were immediately 
found under which C 60 peak was 30 times stronger than the 
adjacent C 5 , signal (Fig. 7 c). After further optimization 
(Fig. 7d) the striking spectrum (Fig. 8) was finally obtained. 
C 10 is also prominent! 
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Fig. 8. TOF mass spectrum of carbon clusters under ihc optimum conditions 
for the observation of a dominant C« signal. 



themselves up into closed cages, thus eliminating the 
dangling edge bonds and making the cage unreaciive. This '. 
idea had instant appeal for all. For me this concept brought, 
back vivid memories of Buckminster Fuller's geodesic dome 
at EXPO '67 in Montreal (Figs. 9 and 10). I had actually 




Fig. 9. Photograph (by Michel Proub) of the geodesic dome designed by Buck- 
minster Fuller for the U.S. exhibit at EXPO "67 in Montreal (taken from 
Craphis 1967. 132 379). One of the pentagons necessary for closure is discern- 
ablc in this photograph. 



been inside this remarkable structure at that time and re- 
membered pushing my small son in his pram along the ramps 
and up the escalators, high up among the exhibition stands 
and close to the delicate network of struts from which the 
edifice was primarily constructed. This experience had left an 
image in my mind which could never be erased. I had collect- 
ed numerous photographs of the dome from magazines over 




The Structure of C 60 (?) 

What on earth could C 60 (?) be? In the days following our 
discovery of C 60 (Fig. 6), the signal began gradually to dom- 
inate our results as well as our thoughts and conversa- 
tion. The quest for a structure which could account for this 
precocious wadge of carbon led to numerous, synergistic 
[Editorial comment: R. Buckminster Fuller's architectural 
constructions were based on a vectoral geometry which he- 
called energetic — synergetic geometry? This was founded on 
a natural philosophy, according to which nature constructs 
systems of forces such that the maximal strength can be 
obtained from the minimum effort in construction.] discus- 
sions among all five members of the team during those days. 
The deliberations were particularly intense on Monday, Sep- 
tember 9th. As this day wore on and all the ideas which had 
surfaced during the period were assessed and reassessed, a 
consensus grew that C<, 0 might be some sort of spheroid. One . 
possibility we considered was that the laser had blasted 
flakes of hexagonal carbon from the graphite surface, and 
that these hoi graphite-like networks had somehow wrapped 




Fig 10 Photograph (by Robin Whyman) of the inside of the EXPO -67 dome 
in Montreal. One of the pentagons necessary for closure is clearly vutblc .n the 
middle section, as is the way in which the strut lengths have been adjusted to 
achieve a smooth round shape. 





Fig. 11. The two cardboard polyhedra which played key rote in our search for the structure of C„ (see le«). Left) stardome map of the sky (Buckminster Fuller 
patented t-.cosahedral and other polyhedral world-mapprojeciionsj; right I Smalley's model with 60 vertices and 12 pentagonal and »Jie«gonal faces. 



the years from Life. Paris Match, and Graphis. Particularly 
striking were those in my favorite graphic an and design 
magazine. Graphis. to which I had subscribed since my uni- 
versity days. As I remembered it. the Graphis pictures 
(Fig. 9) showed that the dome consisted of a plethora of 
hexagonally interconnected struts. Indeed, the dome had ac- 
tually initialed my interest in some of Buckminsier Fuller's 
other projects: I had even been in the process of writing to 
him with a view to working with him on the organized 
growth of massive urban structures. However, I did not pur- 
sue this, because I was offered a permanent academic posi- 
tion at Sussex at just that time. . 

As far as C 60 was concerned, I wondered whether Buck- 
minster Fuller's domes might provide some clue. Smalley 
also strongly favored some son of spheroidal structure and 
suggested thai we borrow a book from the Rice University 
library. We obtained a book by Marks 1331 in which geodesic 
domes of all kinds were described. In addition I had one or 
two other structural proposals which intrigued me: One was 
a four-deck model 6:24:24:6 (two coronene-like sheets 
sandwiched between two benzenoid ones) with a roughly 
spheroidal shape. It contained 60 atoms, and its symmetry 
suggested that the dangling bonds might be somewhat deac- 
tivated. However, I really could see no reason why this spe- 
cies would be as unreactive as C 60 appeared to be; a closed- 
cage solution would certainly be more stable. A second 
image came to mind several times, most vividly on this par- 
ticular Monday. This was of a polyhedral cardboard star- 
dome (Fig. 1 1 left) which I had constructed many years be- 
fore when my children were young. This map of the stars in 
the sky was tucked away in a cardboard box (that universal 
quantum of storage) downstairs in my home far away in 
England. I itched to get my hands on it and even described 
its features to Curl at lunch time. I remembered cutting out 
not only hexagons but also pentagons. I wondered whether 
I should telephone my wife to ask her to count the. vertices 
in order to ascertain whether, as I half-suspected; they to- 
taled sixty. 



The Mexican Restaurant 

I was due to return to the UK the next day. so that evening 
(Monday, September 9th) I thought we should celebrate our 
extraordinary discovery. I invited the group out to dinner at 
what had become our favorite Mexican restaurant. During 
the meal the conversation was naturally dominated by 
C 60 (?). We again considered all the ideas which had come up 
in our deliberations during the days that had passed since the 
signal had first been noticed. We agreed unanimously on a 
closed cage structure. We talked about Buckminster Fuller's 
domes, Smalley, about chicken-wire cages, and I reiterated 
the essentials of the stardome— ^its spheroidal shape, hexago- 
nal faces, and, in particular, the pentagonal faces. Smalley 
expressed an interest. After the meal other members of the 
group went home; I returned to the laboratory in order to 
study the Marks' book on Buckminster Fuller, but I could 
not find it. I again considered telephoning home about the 
number of vertices in the stardome. But it was now far too 
late since it was well after midnight in the UK. 

Very early the next morning Curl telephoned to say that 
Smalley had experimented with paper models based on the 
stardome characteristics I had mentioned the previous day. 
Smalley had come up with something bigger than anything 
he (Curl) had ever been involved with before. When 1 got to 
the laboratory and saw the paper model (Fig; 1 1 right) which . 
Smalley had constructed during the night I was ecstatic and 
overtaken by its beauty. It seemed identical to the stardome 
as 1 remembered it, and I was quietly pleased that my conjec- 
ture had been right all along. Heath and his wife Carmen had 
also experimented with a geodesic structure modeled out of 
jelly beans and toothpicks; it was not quite so convincing. 1361 

In summary, the quest for a rational explanation of the 
dominant line in the mass spectrum had reached a climax on 
Monday, September 9th. Ideas were suggested, refined, or 
cruized in earnest throughout that final day. Buckminster 
Fuller's domes were invoked, Marks' book was consulted, 
and the siardome's pentagonal faces introduced at midday 
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. and again in the evening: Smalley and the Heaths experi- 
mented further with models during the night after our meal. 
All this took place in a matter of hours, leaving no time for 
anything important— other than perhaps Marks' book— to 
"slip through the cracks' - . 13 '' 1 It was most satisfying that 
synergistic (a Fullerism) teamwork had been involved in the 
experimental observation as well as in the positing of the 
structure. 

I delayed my flight home for one extra day (until Wednes- 
day, September 1 1th) in order to help to write the publica- 
tion. At one point Heath was sitting at Smalley's desk when 
the telephone rang. A mathematician, whom Smalley had 
consulted earlier to ask about the structure, informed Heath. 
"Tell Rick— it's a soccerball!" Almost unbelievably, until 
that moment, none of us had realized that the C,,,, structure 
we were proposing had the same symmetry as the modem 
soccer-(USA) or football (rest of the world). I do not know 
how I could have been so blind— my only (feeble) excuse was 
that the modem football was introduced after I ended my 
serious soccer-playing days. The other members of the team 
could be excused, since a structure related to the, American 
,I°°! b ?.". rea ."y w« an ^nlikely .contender, a least at thar 
stage. We immediately purchased a real football and our 
five-a-side team posed for a photograph (Fig. 12). F also 
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Fig. 12. The five-a-side Rice/Sussex football (cam (from left): O'Brien Smal- 
ley. Curl. Kroio. and Heaih. 



photographed Smalley's paper ball (Fig. 1 1 right), but when 
I queried the whereabouts of the Heath model in order to 
photograph it for posterity, I was informed that it no longer 
existed because Mary-Joe (another Rice graduate student) 
had eaten it. So all tangible record of a truly remarkable 
edifice was lost for all time. 

Since the geodesic dome concepts had played such an im- 
portant pan in helping us to arrive at the solution (at least as 
far as I was concerned). I suggested that we name the com- 
pound buckminsterfullerene. Smalley and Curl fortunately 
agreed, accepting that though the name was long, it did 
indeed roll smoothly off the tongue. Thus we avoided the 
fearful international conflict over, terminology -which would 
have raged had we named it after a certain well-known ball 
game. Smalley could not resist putting some alternative sug- 
gestions for names at the end of the publication. The name 



engendered the occasional mild criticism 1381 which was dis- 
patched with a little help from Shakespeare. 139 ' Now that 
some time has passed, it is satisfying to note. how instructive, 
(about geodesy) others have found the name and how flex- 
ible it has turned out to be. The whole family of closed cages 
can be appropriately named— fullerenes. 1 * 01 The paper 1 * 11 
was dispatched by Federal Express to the journal Nature on 
the afternoon of Wednesday. September 1 1 th, 1 985. 

Five Long Years in the Desert 

The ten-hour nonstop flight home to England was a phys- 
ical and psychological high for me. My first action upon 
entering the house was to open the cardboard box and take ■ 
out the stardome which had influenced my deliberations dur- 
ing the search for the structure of C 60 . It had always looked 
beautiful; now it positively glowed. When the news of our 
result spread, Martyn Poliakoff at Nottingham wrote that 
his friend, David Jones, had already thought of hollow car- 
boiv-caigMr-Iii 1966 "Jones had written a delightful article 
under, the pseudonym Da3ds!:is is; the joucuil //*;, J^i- 
,^,1*2.01 in whjch he ha(j suggesled [nat the high-tempera- 
ture process in the production of graphite might be modified 
to generate graphite balloons. This was a typical example of 
the presciently "crazy" ideas of Jones. I thus learned about 
the Eulcr principle, which says that 12 pentagons are needed 
to close a network and that hexagons alone just will not do. 
I was introduced to D'Arcy Thompson's elegant book' 4 * 1 
and learned that one could close an even-numbered carbon 
cage with any number of hexagons (except one, I subse- 
quently learned) provided 12 pentagons were included in the 
network. The beautiful Aulonia (Fig. 13 photograph from 
Tibor Tarnai) already knew more than we about these simple 
(pentagonal) facets of (its), life. This was all fun and truly 



Fig. 13. A siliceous sea creature. Aulonia hexagona. appears ai first glance 10 
possess a skeleton composed completely of hexagons. Pentagonal structural 
elements are disccrnable. however (photograph supplied by Tibor Tarnai). 



fascinating, because it became clear that there might even be 
other (even-numbered) carbon cages — there were certainly 
other (even-numbered) peaks (Fig. 6). in particular C, 0 . 
O'Brien and Smalley reached the same conclusions indepen- 
dently. Particularly important were a series of reactivitv ex- 
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periments carried out by O'Brien. \ .1 showed thai. all the 
even-numbered carbon species were totally unreactive. a re- 
sult neatly commensurate with closed structures for all the 
even-numbered cages. 1451 

I met David Jones, a most fascinating individual, who 
epitomizes so much of what the spirit of science should be 
about. We also learned that Osawa and Yoshida had already 
thought of C 60 in 1970 and had even suggested that it might 
be superaromatic. 1 * 6 ' 471 In 1973 Bochvar and Gal'pern 1481 
also published a theoretical paper on the molecule. Thus it 
transpired that although there were some most imaginative 
scientists around, few — other than Orville Chapman at the 
University of California at Los Angeles (UCLA)' 491 — had 
noticed these pioneering flights of imagination. 

Circumstantial Evidence for the Identity 
of the "Third Man" 

The first question stimulated by the realization that we 
might have found a "third form of carbon" with a hollow, 
cage structure was obvious.: is it possible to trap, ^n atom p 
inside the cage? My.early Sheffield. background led me to . 
wonder whether iron mignt form an intriguing ferrocene-like 
analogue. The day I left. Heath tried to encapsulate iron 
without success, but the next day he succeeded in delecting 
a stable C^La complex. 1501 This experiment provided the 
first convincing piece of evidence to support our proposal of 
the cage structure. Then began what was to become a truly 
exhausting schedule for me: Every four 10 six weeks I flew to 
Houston, and after two to three weeks' work with the group 
at Rice I returned to the UK and my commitments in Sussex. 
As soon as I arrived i i Houston I would present a group 
seminar based on ideas which I had developed while in the 
UK. This schedule continued until April 1987. From the 
outset the joint Rice/Sussex follow-up program had two 
clear objectives. First, to make enough C 60 to prove beyond 
doubt that our structure was correct and second, to measure 
the optical spectrum of C 60 which we had surmised might in 
some way be responsible for the DifTuse Interstellar 
Bands. 1411 These astronomical features had of course been 
partly responsible for the carbon-cluster experiment in the 
first place. These goals were all-consuming and we often 
talked about "the little yellow (Smalley's guess) or pink (my 
guess) vial" of C 60 . 

During the late 70s and early 80s I felt that it was simply 
not enough just to delect the carbon chains; the source must 
be tracked down. This obsession with the source led ulti- 
mately to the discovery of C 60 . After 1985 I developed a 
similar attitude to C,,,,. Our discovery of a species which .. 
probably had a truncated -icosahedral structure was "noi 
enough", and as months and then years passed, confirma- 
tion of the structure and its identification in space also be- 
came somewhat of an obsession. We (the Rice group and 
myself) were convinced from the outset that our proposed 
structure was correct: surely it was too beautiful and perfect 
to be wrong. However, if for once aesthetics were misleading 
us. it would be much better if we proved our model wrong 
ourselves. It is certainly fair to say that the proposed struc- , 
ture was greeted with scepticism by some, though many 
loved £«> and were convinced that we were right from the 



start. During this pe ' 1 1 985 - 1 990) I examined the prob- 
lem independently at ousse.x. as well as in collaboration wiili 
the Rice group, who also made independent studies. In time 
all these efforts resulted in a mass of convincing evidence in 
support of our proposal. 

From the moment we discovered that Cj 0 was stable I had 
one all-consuming dream: I wanted so solve the molecule's 
structure by NMR spectroscopy. Because all 60 carbon 
atoms in buckminsterfullerene are equivalent, the l3 C NMR 
spectrum should consist of a single line. Proof of our radical 
proposal in such an exquisitely simple manner was to remain 
elusive for some five years; this goal was almost like a holy 
grail — far, far beyond reach. I was quite convinced that, a 
clever young organic chemist would accomplish this task. I 
had one consoling thought, namely thai we had -been rather 
successful in the past with a series of molecules whose iden- 
tifications were based on spectra consisting of single lines: 
Phosphaethene. CH 3 = PH (the first phosphaalkene made) 
had been assigned by its J =1 — 0 microwave line"' 4 ' and 
HCjN and also HC,N had both been originally single radio- 
line detections in space. I20,2J !Then there was, of course, the 
. : .^720.aniu ; .peak [n the mass s^ How fitting 

it would be to round it all ofTby proving by another jingle line 
that C 60 was buckminsierfuilerene. '' 

G 70 and the Fullerene Family 

It is fair to say that I (and perhaps also my colleagues at 
Rice University) occasionally woke up in the middle of the 
night and wondered whether I should have to commit suicide 
if our idea turned out 10 be wrong. Had we stuck our necks 
oi;t 100 far? These thoughts only lasted seconds. I would 
reassess all the evidence, realize that everything fitted, and go 
back to sleep convinced more than ever that C 60 had to be a 
geodesic cage. Time pased. we made several advances, 15 1-521 
and each lime the cage concept clarified our observations. 
That was important. I remembered hearing Richard Feyn- 
man on BBC radio say that it seemed to him that if a radical 
new theory were right, it would allow the solution of previ- 
ously, unsolved puzzles. I quantified this: If an idea fitted 
80-90% of the observations, it was almost certainly right; if 
more than 10-20% of the details had to be bent to fit. it was 
almost certainly wrong. Buckminsterfullerene was well up in 
the first category. 

I remember vividly the day on which all my lingering 
doubts vanished. I was sitting at my desk. thinking about the 
reasons why C 60 might be stable. The. missing piece of evi- 
dence in this personal jigsaw puzzle turned out to be so 
simple, it was almost child's play; indeed it evolved from my 
playing with molecular models of various conceivable cages. 
The solution was related to the C, 0 signal which always 
popped up prominently when C 60 was strong. I used 10 call 
the two species "the Lone Ranger and Tonto" 1 * 1 because 



I'] The Lone Ranger und Tonio were a famous cowboy and Indian duo from 
the movies. As a child I saw ihem every week fighting crime in the Wild 
West. Bob Dylan immortalized them in the following blues text: 
Well the Lone Ranger and Tonto 
They arc ridin' down the line 
Fixin' ev'rybody's troubles 
Ev'rybody*s cepi mine. 

Somebody musi a tol" em lhal I was doin' fine. 
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periments carried out by O'Brien. \ ii showed ihat all ihe 
even-numbered carbon species were totally unreaciive. a re- 
sult neatly commensurate with closed structures for all the 
even-numbered cages. 1 * 5 ' 

I met David Jones, a most fascinating individual, who 
epitomizes so much of what the spirit of science should be - 
about. We also learned that Osawa and Yoshida had already 
thought of C 60 in 1970 and had even suggested that it might 
be super-aromatic. 1 * 6 - 471 In 1973 Bochvar and Gal*pem'* 81 
. also published a theoretical paper on the molecule. Thus it 
. transpired that although there were some most imaginative 
scientists around, few — other than Orville Chapman at the 
University of California at Los Angeles (UCLA)'""" — had 
noticed these pioneering flights of imagination. 

Circumstantial Evidence for the Identity 
of the "Third Man" 

The first question stimulated by the realization that we 
might have found a "third form of carbon" with a hollow, 
cage structure was obvious; is it possible to trap an atom r 
inside the. cage? My early Sheffield. background. led me to. 
wonder whether iron might form an intriguing ferrocene-like 
analogue. The day I left. Heath tried to encapsulate iron 
without success, but the next day he succeeded in detecting 
a stable C 60 La complex.' 301 This-experiment provided the 
first convincing piece of evidence to suppon our proposal of 
the cage structure. Then began what was to become a truly 
exhausting schedule for me: Every four to six weeks I flew to 
Houston, and after two to three weeks' work with the group < 
at Rice I returned to the UK and my commitments in Sussex. 
As soon as [ arrived i i Houston I would present a group 
seminar based on ideas which I had developed while in the 
UK.. This schedule continued until April 1987. From the 
outset the joint Rice/Sussex follow-up program had two 
clear objectives. First, to make enough C 60 to prove beyond 
doubt that our structure was correct and second, to measure 
the optical spectrum of C 60 which we had surmised might in 
some way be responsible for the Diffuse Interstellar 
Bands. '*'' These astronomical features had of course been 
partly responsible for the carbon-cluster experiment in the 
first place. These goals. were all-consuming and we often 
talked about "the little yellow (Smalley's guess) or pink (my 
guess') vial" of C 60 . 

During the late 70s and early 80s I felt that it was simply 
not enough just to detect the carbon chains; the source must 
be tracked down. This obsession with the source led ulti- 
mately to the discovery of C 60 . After 1985 I developed a 
similar attitude to C 60 . Our discovery of a species which 
probably had a truncated -icosahedral structure was "not 
enough", and as months and then years passed, confirma- 
tion of the structure and its identification in space also be- 
came somewhat of an obsession. We (the Rice group and 
. myself) were convinced from the outset that our proposed 
structure was correct; surely it was too beautiful and perfect 
to be wrong. However, if for once aesthetics were misleading 
us. it would be much better if we proved our model wrong 
ourselves. It is certainly fair to say that the proposed struc- , 
ture was greeted with scepticism by some, though many 
loved C 60 and were convinced that we were right from the 



start. During this pe ' 1 1985 — 1990) I examined the prob- 
lem independently at jusse.x. as well as in collaboration with 
the Rice group, who also made independent studies. In time 
all these efforts resulted in a mass of convincing evidence in 
support of our proposal. 

From the moment we discovered that C 60 was stable I had 
one all-consuming dream: I wanted so solve the molecule's 
structure by NMR spectroscopy. Because all 60 carbon 
atoms in buckminsterfullerene are equivalent, the 13 C NMR 
spectrum should consist of a single line. Proof of our radical 
proposal in such an exquisitely simple manner was to remain 
elusive for some five years; this goal was almost like a holy 
grail — far, far beyond reach. I was quite convinced that, a 
clever young organic chemist would accomplish this task. I 
had one consoling thought, namely that we had -been rather 
successful in the past with a series of molecules whose iden- 
tifications were based on spectra consisting of single lines: 
Phosphaethene. CH 2 =PH (the first phosphaalkene made) 
had been assigned by its J = 1 — 0 microwave line 11 -* 1 and 
HCjN and also HC,N had both been originally single radio- 
line detections in space. 1J0-JJ| Then there was. of course, the 
^72Q.amu : peak. in the mass_spec,trum of C*o-.!*" How fitting 
it would be to round.it all QfFby proving by another. jingle line 
that C 60 was buckminsterfullerene. 

C 70 and the Fullerene Family 

It is fair to say that I (and perhaps also my colleagues at 
Rice University) occasionally, woke up in the middle of the 
night and wondered whether I should have to commit suicide 
if our idea turned out to be wrong. Had we stuck our hecks 
oi!t too far? These thoughts only lasted seconds. I would, 
reassess all the evidence, realize that everything fitted, and go 
back to sleep convinced more than ever that C 60 had to be a 
geodesic cage. Time pased. we made several advances, 131 - 521 
and each time the cage concept clarified our observations. 
That was important. I remembered hearing Richard Feyn- 
man on BBC radio say that it seemed to him that if a radical 
new theory were, right, it would allow the solution of previ- 
ously unsolved puzzles. I quantified this: If an idea fitted 
80-90% of the observations, it was almost certainly right; if 
more than 10-20% of the details had to be bent to fit it was 
almost certainly wrong. Buckminsterfullerene was well up in 
the first category. 

I remember vividly the day on which all my lingering 
doubts vanished. I was sitting at my desk. thinking about the 
reasons why C 60 might be stable. The. missing piece of evi- 
dence in this personal jigsaw puzzle turned out to be so 
simple, it was almost child's play; indeed it evolved from my 
playing with molecular models of various conceivable cages. 
The solution was related to the C 10 signal which always 
popped up prominently when C 60 was strong. I used to call 
the two species "the Lone Ranger and Tonto" 1 * 1 because 



1*1 The Lone Ranger und Tonto were a famous cowboy and Indian duo from 
ihe movies. As a child I saw ihem every week fighting crime in the Wild 
West. Bob Dylan immortalized them in Ihe following blues text: 
Well ihe Lone Ranger and Tonto 
They arc ridin' down the line 
Fixin' cv'rybody's troubles 
Everybody's cepl mine. 

Somebody must a tol* 'em that I was doin' fine. 
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they were so inseparable and because C b0 was always domi- 
nant (Figs. 6 and 8). As far as C,, 0 was concerned, it seemed 
no accident that the modern soccerball with the same layout 
. is one. of the most, if not ihe most, resilient of constructs. abje 
to survive being kicked around the world (and perhaps 
around the galaxy). Maybe the football held a simple clue. 
When I looked carefully at a football. I was struck by the fact 
that all the (black) pentagons are isolated, whereas all the 
{white) hexagons are linked. It is known that unsaturated 
compounds composed of abutting pentagons (the penialene 
configuration. Type II. Fig. 14). without substituenis which 
allow extended conjugation, tend to be unstable. Curiously, 
a compound with just such a structure appeared on the cover 
of Angewandte Chemie (July 1987) that very week. 
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Fig. 14. Isolated and a buumg pentagons: 1. isolated: H. fused pair (penialene 
configuration): 111. symmetrically fused triplet (iriquinaecnc configuration I: 
IV. directly fused quanet [53]. 



Since Euler's law requires 12 pentagons for closure, it was 
also clear that C 60 was the smallest carbon cage for which all 
the pentagons could be isolated. O'Brien's reactivity experi- 
ments had convinced us that.closure was possible, even prob- 
able, for all the even clusters. 1 conjectured that a pentagon 
isolation rule could be formulated to account for the stabili- • 
ty 153 '.; then I began to wonder which was the next cage for 
which pentagon isolation was feasible..' 

By playing with the models I saw immediately that it was 
not C 62 . and as I added more atoms, try as I would. I could 
not find cage structures for C M , C 66 , or C 6B without abut- 
ting pentagons. We had already proposed a structure for 
C 10 ,' 50 ' after Smalley had shown that by splitting C 60 into 
two C 30 hemispheres a ring.of ten extra carbons could be 
neatly inserted, producing a most elegant, symmetric, egg- 
shaped structure (Fig. 1 5 right). Suddenly I realized that per- 
haps this C, 0 cage was the next structure after C 60 which 
could close and which also had isolated pentagons (Fig. 15). 
This surprised me. Perhaps closure necessitated that 70 be 



the second magic number! We had stuck our necks out with 
the C„ 0 hypothesis on the basis of a single peak in the mass 
spectruni. but it now seemed that the cage concept positively 
insisted that C- 0 as well C 60 are special. That would be ■ 
wonderful. A second solution which required both of these 
particular magic numbers was impossible to conceive, espe- 
cially since 70 would be an unusual number to be deduced as 
magic at all. let alone the second in order. I knew that nature 
would not be that perverse, and thus for first time my 
conviction that our structure was corrrect became absolute, 
and I never again doubted that one day we would be vindi- 
cated. Indeed in my opinion this result meant that we were 
home and dry. 

I was elated by this line of reasoning, but I really needed 
proof. I remembered that Tom Schmalz and his colleagues. 
Klein and Hite, in nearby Galveston had published some 
elegant graph-theoretical studies on the fullerenes. 1 contact- 
ed him and asked him what he thought about my idea. I was 
amazed and delighted when he told me that they had been 
.looking .at 4hi? sam?„pxob|ern.a!id had proven that cages 
composed of 62. 64, 66,, and 68 atoms cannot be constructed ^ 
without abutting pentgagons. 15 * 1 So it was true! 1 told him 
that I wondered whether the semimagic C 50 might be the 
smallest cage able to avoid abutting triplets of pentagons 
(TypelTI. Fig. 14, Lit.' 331 ). Schmalz et al. subsequently 
showed this also to be correct. 15 *' One Sunday afternoon, 
sitting in front of the molecular models strewn all over our 
coffee table at home. I decided to investigate other semimag- 
ic numbers. I wondered about C 33 which had been shown by 
the group at Rice University to be the first cage relatively 
stable towards photolysis. I toyed with the idea that it might 
be the smallest cage able to avoid fused quartets of pen- 
tagons (Type IV, Fig. 14). I tried to make the smallest model 
containing such a structure, and as I counted up the atoms 
I suddenly realized, that it was not C 33 but a delightfully 
symmetric C 2 , cage (Fig. 16). I became excited because I 
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Fig. 15. For species with less than 72 atoms these two structures are the only 
ones which can be constructed without abutting pentagons. Thus on the basis 
of the pentagon isolation principle and geodesic considerations C.„ and C,„ are 
predicted to be the first and second magic fullerenes. This result together with 
Figure 8 provided the simplest. and strongest circumstantial evidence support- 
ing the closed-cage concept. 



Fig.' 16. Molecular model of C„ . one of several fullerenes (with 24. 28. 32, 50. 
and 70 atoms) predicted to be stable on the basis of geodesic and chemical 
considerations [53] . These magic-number predictions filled almost perfectly the 
observations made under cenain clustering conditions [51. 55) (see Fig. 17). 



knew, that during the Rice/Sussex collaboration period we 
had occasionally obtained mass spectra in which C J8 was 
almost as. dominant as C 60 . At this point it seemed that 
essentially all the magic numbers would fall into place if 
these clusters were all cages. -In particular. I found, that I 
could explain the fascinating spectrum (Fig. 17) published 
by the Exxon group.' 55 ' Here was all the proof 1 needed to 
convince myself that a whole family of cage molecules was 
sitting around waiting to be discovered. The first somewhat 
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Fig. 17. The particularly interesting mast spectrum of C. clusters obtained by- 
Co* ei al. (53). The correspondence with the magic fullerene sequence 24. 28. 
32. JO. 60. and 70 |J3| was the most convincing evidence for the existence of the 
fullerene /o/m/i prior to the extraction breakthrough. The sharp cul-ofTat 24 is 
anicularly convincing, since no C.. fullerene can exist. 

stable memberof the family appeared to be C JV . This can be 
explained by the fact that C 13 cannot exist (1 am indebted to 
Patrick Fowler for pointing out this fact to me) and that C J0 
is the smallest cage and as it has no hexagons at all. almost 
. certainly the least stable. To some extent C 2S (Fig. 16) be- 
came my own personal favorite, because regardless of which 
of the four threefold axes one views this tetrahedral molecule 
along, it looks uncannily like Gomberg's famous free radi- 
cal, triphcnylmethyl; this also just had to be right. I knew 
about Moses Gomberg"s discovery from my favorite organic 
text (Fiescr and Fieser' 561 which Harry Heaney, my chem- 
istry teacher in school, had encouraged me to buy and read 
so long ago). It had always amused me to think that on 
attempting to make the rather mundane compound 
hexaphenylethane, Gomberg failed (miserably), produced 
the triphenylmethyl radical, and had to be consoled with 
becoming known as the father of free radical chemistry in- 
stead. This was the sort of "failure" that really appealed to 
me. If C 2a is relatively stable, then C ls H t should be a fairly 
stable hydrofullerene. This seemed not at all farfetched ; after 
all, dodecahedrane which Paquettc and co-workers first 
made 1 " 1 is basically the perhydrofullerene of dodecahedrene 
(fullerene-20), the simplest and probably the least stable of 
all the fullerenes since it contains no hexagons. At this time 
I had a telephone conversation about nomenclature with 
Alex Nickon in which we came to the conclusion that the 
name "fullerenes" would work well for the family of carbon 
cages.'* 0 ' 531 I gained much satisfaction from the refined con- 
cept which was even more appropriate, because Buckminster 
Fuller had patented constructs of all shapes and sized based 
on the 5/6 ring principle; 1581 some were very similar to the 
elongated framework of C 10 . Nickon was just finishing his 
entertaining book with Silversmith on the origins of the 
trivia! names of compounds. 1 * 0 ' 

In Houston a particularly important series of experiments 
was carried out by 'Curl. Smalley, and their co-workers 
which offered further overwhelming evidence for closed 
ca g es 152] Q ne 0 f t hese was a photofragmentation experiment - 
which provided even-numbered products. Curl had worked 
out a neat way of explaining how the cages might "spit out" 
even-numbered (2, 4, 6, ...) carbon chains and then reseal. 



Another most convincing study showed that when the en- 
capsulation of atoms of various sizes appeared to be success- 
ful, the smallest caged species detectable had diameters com- 
mensurate with the known sizes of the encapsulated atoms; 

C 60 and Soot 

During one of my eight visits to Rice University between 
August 1985 and April 1987 we considered carefully the 
reactivity results and developed a hypothetical mechanism 
for the formation of C 60 .'* 51 Heath, O'Brien, and 1 spent 
hours in the library digging through an excellent selection of 
books and journals on carbon. The final version of the mech- 
anism grew out of intense synergistic group discussion. It 
was also clear that the mechanism might explain soot forma- 
tion as well. After all in a review on soot, Harris and Wein- 
er' 5 ' 1 had pointed out the complete absence of knowledge of 
the chemistry involved in soot formation. Thus a fresh idea 
probably would be welcome. Our mechanism implied C 40 
should' bs«a<i>ypFotiuc«'uf'3G*fi formation. Curl was appre- 
• hensive about introducing the word soot, especially in the 
title. How prescient were his worries! However, Smalley and 
I decided to throw caution to the wind — after all, when you 
have gone as far as you can go (in postulating C 60 formation 
in a chaotic plasma), you might as well go further. Our paper 
met with some criticism. 1601 To our delight, however, in 1987 
we heard that Klaus Homann's group in Darmstadt discov- 
ered that C 60 was a dominant ion in a sooting flame. 16 " 
(Note: Very recently, a careful study by Howard's group at 
the Massachusetts Institute of Technology has shown that 
up to 7% of the soot from a benzene flame consists of 
fullerenes. 1621 ). 

The Giant Fullerenes 

One day I decided to spend £300 on ten-thousand sp 2 
carbon atoms (molecular models!) The odd eyebrow was 
raised at Sussex when I said that I was buying them just 
because I wanted to see what giant fullerenes such as C 6OO0 
(with a diameter ten times that of C 60 ) looked like. Ken 
McKay (a graduate student) obtained Coxeter's book 1631 
and Goldberg's paper 16 * 1 and set to work. When he came 
into my room with models of C 2i0 and C 540 (Fig. 18), 1 was 
delighted but perplexed — they were beautiful, but not at all 
what I had expected. C iA0 , in particular, was not round like 
Buckminster Fuller's domes, but in fact much more interest- 
ing: It was essentially a monosurface which swept between 
- cusps in the vicinity of the pentagons; it had icosahedral 
symmetry, but was not an icosahedron. 1651 Then we realized 
that its shape might explain' 651 the polyhedral patterns in 
graphite microparticle electron microscope pictures pub- 
lished by Iijima (Fig. 19).' 66) The structure of these mi- 
croparticles could be nicely explained as concentric shells of 
graphitic carbon in which the shells had giant fullerene 
shapes. Few of our discoveries have delighted me more than 
these objects, partly because they are so elegant, but also 
because the exercise, which was started purely for fun and 
with no serious aim, had yielded such an apparently impor- 
tant result. It was also an object lesson, since I had assumed 




Fig. 18. Molecular models of ihc gianl fullerenes C,.„ (leftl and-C,.„ (right). 
The models possess icosahedral shapes rather than perfectly spheroidal ones 
similar to the geodesic domes. Each of these structures can be considered as an 
initially flat hexagonal network which has warped into a closed monosurface 
(of icosahedral symmetry) by 12 pentagonal disclinations giving rise to the 
cusps. 



British Gas in ihe form of Collaborative Award in Science 
and Engineering (CASEl studentship for combustion-relat- 
ed studies. It was this assistance which was ultimately our 
salvation (vide infra). In a third project conducted with Ken 
McKay, we probed (by electron microscopy) the films pro- 
duced by a carbon arc under helium in an old bell jar evap- 
orator. We found that the film microstructure changed as the 
helium pressure was increased (to ca. 50 mmHg). The 
quadrupole mass spectrometer, with which I sought to moni- 
tor whether C 60 was produced in this experiment, was the 
integral part of a modest carbon materials research project 
which failed to attract support from ariy funding source (in- 
cluding chemical companies). Because Stace and I had been 
quite generously funded by the SERC solely for the cluster- 
beam studies, another application (and indeed a rather ap- 
plied one) to that source was difficult. Time slipped by and 
■this program faltered even though 1 had put a great deal of 
effort into trying to obtain financial support. 



that the giant fullerenes would be sphericaflike Buckrmrister* 
* r ^ffiieT , s~3omes : arid had not looked carefully at Iijima's im- 
ages. Even the most spheroidal giant fullerene (Fig. 19 a) was 
clearly polyhedral (Fig. 19 b). To see what one wants to see 
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Fig. 19. The image obtained by electron microscopy of an onionlike graphite 
micropanicle observed by lijima [66] which appears superficially to be 
spheroidal (a). Careful scrutiny of this image, however, indicates that the object 
has a polygonal outline consistem with a set of concentric quasi-icosahedral 
fullerene-like shells (b) [65]. The marker indicates a scale of 20 A. 



rather than what is. is a cardinal sin for a scientist and the 
temptation is to be resisted at all costs. 



The'TtrsTPaper B'yTCratschmer, Fostiropoulos, 
and Huffman ^ 

In September 1989 Michael Jura (UCLA Astronomy De- 
partment) sent me a copy of a thought-provoking paper"''' , 
(Fig. 20) presented by Kratschmer. Fostiropoulos. and 
Huffman at a symposium on interstellar dust. This research 
group from Heidelberg and Tucson had observed four weak 
but distinct infrared absorptions in a film of arc-processed 
graphite, which were tantalizingly consistent with the expect- 
ed spectrum of buckminsterfullerene. From theoretical stud- 
ies 1681 it was known that C 60 should exhibit only four lines. 
What was more, the observed frequencies agreed quite well 
with those predicted. I had long followed the work of this 
group and knew that they had developed great expertise in 
studying carbon by spectroscopy. We had occasionally tried 
related studies, and I was only loo aware of how tricky they 
were.T was sceptical about their result and also rather cha- 
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The Quest for C 60 

Until late 1989 the evidence in support of our. structure 
proposal was. to my mind, very convincing, but it could not 
be deemed anything other than circumstantial. Clearly a 
macroscopic sample of C 60 was needed — not just a whisper 
in a supersonic helium wind, detectable only by that ultra- 
sensitive sensor, the mass spectrometer. At Sussex we sought 
more 'tangible evidence. The Science and Engineering Re-, 
search Council (SERC) funded the construction of a cluster- 
beam apparatus, which was assembled with Tony Stace; 
Steve Wood helped us to obtain financial support from 
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Carbon dust saaples «erc prepared br evaporation graphite in an 
atmosphere oi an inert quenching gas (Ar or He). Chanoes ot the 
spectral features ct the carbon dust were observed irneo the 
P'essure oi the matching gas was increased. At low pressures 
(order 10 torr) . the spectra show the faxiliar broad contlnua. A 
hioh pressures (order 100 torr). narrow lines in the IR and two 
broad features in the W emerge. The four strongest IX features 
are located in the vicinity of the lines predicted for the C. 
nclecule. Or.e of the observed UV features may be related to the 
known 36S im transition of C . . Jt thus appears that at high 
ovenching cas pressures C. is produced along with the carbon 
dust. 

Fig. 20. Annotated copy of the key paper presented by Kratschmer. Fostiro- 
poulos. and Huffman at the conference Dusty Objects in thr Universe in Capri 
(1989) |67) . This paper with the appended query was sent to me by Michael Jura 
(UCLA I who attended this conference. 



gnneu. lor nao noi N.en Mciv'ay ana I mane sooi in a Dell jar 
in exactly the same way three years before during the project, 
which we were forced 10 abandon through lack of funds? 

1 decided to resurrect the old and decrepit bell jar and with 
Jonathan Hare (holder of the British Gas CASE graduate, 
studentship) tried to reproduce the infrared features ob- 
tained by Kratschmer el al. Michael J.ura"s missive arrived 
around September 1989. just before the start of the Sussex 
academic year, a time when third year undergraduate 
projects are needed. It does not matter whether these projects 
yield results: they should imbue the student with the flavor 
and excitement of genuine research, that is. the experience of 
working in the dark, not — as all. too of ten -happens — the 
frantic scramble for results at all costs! I had often initiated 
the most speculative of projects in this way. and my experi- 
ence had shown time and time again -that important and- 
exciting studies could often start from such inauspicious be- 
ginnings. It seemed perfect for Amit Sarkar*s third-year pro- 
ject, and he joined Hare on this wildly speculative project. 
Fairly soon these students succeeded in obtaining the IR 
bands (Fig. 21 ). which, although always very weak and high- 
ly irreproducible. confirmed the observations of -the 'group 
..J>^m,Heide!^rg < and.-TucsoD...The obsolete apparatus. then 
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1 he LMme. ^ation ot (_ 30 

I spent about one month in the UCLA Astronomy De- 
partment around Easier 1990. One day. Mark Morris 
brought Francois Diederich from the Chemistry Depart- 
ment to see me. Diederich appeared excited and exhorted me 
to come to his office because he had something to show me. 
In response to his manner I somewhat disdainfully quipped. 
"".You've not made C 60 ?"' When he replied. "How do you 
know?". 1 was startled and suddenly became apprehensive 
since there was genuine surprise in his voice. When we ar- 
rived at his office he showed me an astonishing mass spec- 
trum. In their attempts to make a. pure carbon ring of 
30 atoms Diederich. Rubin. Whetton. and their co-workers, 
had found that the molecule spontaneously dimerized to 
form C 60 with almost unbelievable efficiency.' 69 1 This stag^ 
gering result seemed to answer, almost at a stroke, many 
puzzling questions that had been on my mind for years about 
carbon chains, their relationship with C 60 . and soot. But I 
became even more apprehensive when I comprehended that 
the UCLA group might be on the verge of obtaining the 
•coveted G^'H-MR line Sir!jseque;;£ discussions with David 
Walton, with whom I had.probed aspect: of !hft.-G w /©sa»<~ 
lion mechanism.' 101 alleviated my worries; he convinced me 
that scaling up the UCLA experiment so as to produce suffi- 
cient C 60 for the key NMR measurement presented an arior- 
mous challenge. 



Mass Spectrometry 

I returned to Sussex and by early summer 1 990 started to 
believe for the first time that C 60 really might be in our sooty 
deposit. We therefore decided to probe the material by solid- 
state magic-angle-spinning (MAS) NMR. Indeed Ken Sed- 
don (a Sussex colleague) had encouraged me to do this some 
years before. Perhaps the single I3 C NMR line was close at 
hand in the black soot, which at least we could now touch. 
I considered buying the most iso topically pure 13 C graphite, 
but that would have been very expensive, and we had no 



Fig. 21. Infrared specirum of a film of arc -processed carbon obtained by Hare 
and Sarkar at Sussex which shows weak but clear (and confirmatory) evidence 
that the features first observed by tCraischmer el al. [67] (set Fig. 20) and tenu- ■ iee - 
lively assigned to C„ were real and repeauble. 



promptly fell to pieces! After rebuilding it almost completely 
from scratch, Hare tried to repeat the earlier observations, 
but consistent results eluded him. Sometimes he obtained the 
characteristic spectral features, sometimes they disappeared 
for days or weeks at a time. In retrospect. I suspect that the 
original discovery of the IR features by Kratschmer et al. 
could have been made by few other groups. Hare carefully 
varied every experimental parameter he could think of and 
finally developed the expertise to produce films which exhib- 
ited the telltale infrared features consistently. He wrote to 
Kratschmer about his efforts and received an encouraging 
reply containing useful advice. This certainly helped, because 
it was quite difficult to make films amenable to analysis. 
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Fig. 22. Pan of Ihe FAB mass specirum of a deposit of arc -processed soot 
obtained by Abdul-Sada on July 23rd. 1990 at Susse*. The calibration was o(T 
by 2 amu : however, the isotope pattern was convincing since the peaks are close 
to ihe iniensiiy ratio 1.0 0.66/0.44 expected for "C M , : "C,.'"C f , "C,. 
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money anyway. The problem of generating enough material 
for solid-siate NMR.from the scrapings of thin sooty films, 
seemed insurmountable, especially since it was so difficult to 
produce the films in the first place, let alone analyze them. 
We really needed another way to monitor the samples, so we 
tried Fast Atom Bombardment (FAB) mass spectrometry. 
Ala'a Abdul-Sada helped us. and finally' we obtained the 
mass spectrum shown in Figure 22. The signal containing the 
1J C satellites was really quite convincing, but I wanted the 
result confirmed. The entry in Jonathan Hare's laboratory 
notebook on July 26th. 1990 (Fig. 23 top. second sentence) 
epitomizes many of our problems and requires little further 
comment. 



The Red Solution 



ers) how much G 60 was being made in our experiments. 
The rough proportion which always seemed to arise was 
< 1 1 0 000 of the total amount of carbon. At this level, given 
the amount of soot available, only a supreme optimist would 
attempt solvent extraction. Fortunately Hare is one — per- 
haps partly, because he is a physicist working among 
chemists. On Friday. August 3rd Hare made up a mixture of 
the soot and benzene in a small vial, which he set aside over 
the weekend (Fig! 23. second entry). When he came in on 
Monday morning (August 6th) he noted (Fig. 23. third en- 
try) that the solution looked "slightly red(d)ish" (Fig. 24). 
The generation of a red solution from pure carbon was 
scarcely believable. Hare made more material during the 
next few days and attempted mass spectrometric measure-, 
ments on extracted material for the first time on Thursday. 
August 9th (Fig. 23. fourth entry). 



During this period we had considered the properties of 
C 60 . What form would the compound take? Would it be a 
•high-melting Solid or-a liquid? Would it be soluble? Benzene 
^«w4ks^aa €bjflousi-solv®a*r'sifiee'Gf b -should -took- like benzene 
from every side (or at least from 20 sides). 1 remembered the 
little pink (or yellow) vial of liquid we used to talk about and 
wondered if the compound might even be volatile. In addi- 
tion I had often discussed (with Smalley. Rohlfing. and oth- 
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Fig. 23. Entries by Hare in his laboratory notebook: July 26th. j-990: 
August 3rd. 1990: August 6th. 1990. August 9th. 1990. 




Fig. 24. Original reddish extract obtained on Monday. September 6th. 1990 
(sec Fig. 23).. 



About 10 o'clock the next morning (Friday, August 10th) 
1 received a telephone request from the journal Nature to 
referee a paper by the Heidelberg/Tucson group which I 
accepted. I was totally unprepared for the bombshell which 
arrived minutes later by telefax. Following up their own 
earlier work, Kratschmer, Lamb, Fostiropoulos, and Huff- 
man had successfully sublimed from their carbon deposit a 
volatile brown material, which dissolved in benzene to give 
a RED SOLUTION (!!!!!).'''" Crystals obtained from this 
solution yielded X-ray and electron-diffraction data com- 
mensurate with material composed of arrays of spheroidal 
molecules 7 A in diameter separated by 3 A, just as expected 
for buckminsterfullerene. This beautiful paper even con- 
tained photographs of crystals. I was convinced that they- 
had isolated C 60 , and we had been pipped at the post. Some- 
what stunned, I pondered our demise and faxed my report 
back to Nature after lunch. I recommended that the paper be 
published without delay and requested the editor to convey 
my sincere congratulations to Kratschmer and his asso- 
ciates. 

This was what the British call a difficult moment, but as I 
slowly surveyed the damage 1 realized that all was not quite 
lost. It gradually dawned on me that there was not a single(!) 
NMR line to be seen in the manuscript (nor was there a mass 
spectrum. We later learned that they had the mass spectrum, 
but certain problems had arisen which precluded its inclu- 



sion in the manuscript. | At this point we had spent nearly a 
year struggling independently learning how to make the arc- 
processed material: we had made our own soot, we had 
confirmed the presence of C 60 mass specirometrically. and 
we had solvent-extracted the red materal— and all this before ' 
the manuscript. arrived. I decided that we were not going to 
abandon our efforts now after we had achieved aii this. We 
still had a lot going for us. and I thought we might be able 
to obtain the desired NMR result. However, now that the 
Heidelberg/Tucson study was essentially in the public do- 
main it would be transmitted around the world by telefax 
within hours. I had studiously tried to avoid such situations 
in sciencer-compeiition— all my life: my philosophy is to' 
probe areas in which few others, preferably no one.' work. 
That is where, it seems to me. the most unexpected discover- 
ies are likely to be made. 

We had to act very quickly if five years of effort were not 
to be completely in vain. A race must be on because the 
material was now so easy to make, and it could not be long 
before other groups, far better equipped than we. recognized 
-*hat there was one last exquisite prize remaining' in the story ' 
-of the disccve-w-^fr-C^- <hz- NMlWine; •©urofie-priceless 
advantage was that Hare had already, made a reasonable 
quantity of material, and that, at that moment, only the 
Heidelberg/Tucson group had any at all. We needed help and 
fast. Roger Taylor, an organic chemist, provided the desper- 
ately needed expertise: he separated the material quickly and 
.efficiently. Since our mass spectrometer had broken down 
again. Hare rushed by train to Manchester with a sample of 
the precious extract. Numerous frantic telephone calls 
passed between Sussex and Manchester, because the sample 
refused to respond to analysis. Then with a key piece of 



fullerenes with 56 to 72 atoms were detected: in particular 
C- 0 was abundant. The whole family of fullerenes appeared 
to be present in the soot, not just C 60 ! 



C t0 is Magenta (Pink?) in Solution 

Taylor noted that the extract was soluble in h'exarie and 
recognized that he might be able to separate the fullerenes 
chromatographically. To his delight he found that on an 
alumina column resolution into two bands, one red. the oth- 
er magenta, could be achieved. The magenta fraction. 
(Fig. 26) was a delight to the eye in the delicacy of its color. 




Fig. 26. Chromatographic separation of the red extract by Taylor resulted in a 
rnasenia C„ fraction (left) and a red C, 0 fraction (right). 
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Fig. 25. Pan of the FAB mass spectrum of the red extract which confirmed thai 
u fo<""<«l mainly of C M and C, 0 . The spectrum also indicates the presence of 
other fullerenes [72], 



Its mass spectrum showed a peak at 720 amu, and we sent 
the sample to Tony Avent for NMR analysis. We were sum- 
moned to see our single line (Fig. 27), which Avent assured 
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advice from Taylor about solubility, the Manchester opera- 
tors (at Kratos) managed to dissolve the material in the FAB 
matrix and obtained the FABulous mass spectrum shown in 
Figure 25. It was hard to believe, but besides C 60 other 
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Fig. 21. The first NMR spectrum in which the C.„ resonance (at 6 = 143 ppm) 
was first identified (barclyl. The strong line at i = 128 ppm is (rather appropri- 
ately) Ihe resonance of benzene. 



us was present. So this was it: a line so small I needed a 
microscope to see it! Could this insignificant little blip really 
be the line 1 had dreamed about for five years? Further work 
confirmed beautifully that this was the result which we had ■ 
sought for so long. r:i The joy alleviated almost all the de- 
spair I had first fell on reading the paper by Kratschmer 
et al. One might have thought, as some said, that I should 
have been pleased to have been proven right when so many 
had been sceptical. That was not my feeling, probably be- 
cause I had known ever since the recognition of C~„ as the 
second magic fullerene' 5 " that our structure could not possi- _ 
bly be wrong. I know that my colleagues at Rice University 
also had no doubts. 
What about C-, 0 ? It turned out to be the icing on the cake. 
. although not without attendent trauma. The wine-red frac- 
tion which had masked the pale magenta of C 60 yielded a 
mass spectral peak at 840 amu and was clearly C 10 . Accord- 
ing to the expected structure (Fig. 15 right) this compound 
should exhibit a 13 C NMR spectrum with five lines. On Sun- 
day. September 2nd. 1990 I entered the laboratory at the 

same time as ...Avenj^yfei^l^JSf J^^^c^FD^H^^ 111 - 
should have just been completed. The spectrum we plotted 
was sensational — or almost so. There were indeed five lines, 
but one was in the same position as the C 60 peak. Could it 
be that one line was underneath the C 40 signal? After repeat- 
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Fig. 28. "CNMR spectra obtained from chromatographed samples of soluble 
material extracted from arc-processed graphite: a) spectrum of purified C„ 0 
(magenta fraction I: b I mixed C m .'Cki sample: c) spectrum of purified C-„ (red 
fraction) showing five lines as expected for the symmetric egg-shaped molecule 
(see Fig. 15). 
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ed chromatography to remove the last vestiges of C„„. fur- 
ther NMR studies showed the fifth line to be rather differeni 
from the others. The resonance of the ten atoms in the waisi 
( Fig. 28 c| is more "benzenoid" than the other four reso- 
nances. , " 2 ' Indeed x this line lies dangerously close to the ben- 
zene solvent line: had it been a little closer to the benzene 
signal it would have been swamped and missed altogether. In 
many ways the five lines of C 10 are (arguably) more impor- 
tant and significant than the C 60 singlet. For one thing, they 
confirm that fullerene carbon atoms are not fiuxional: for 
another, they show that the atoms are not on the perimeter 
of a monocyclic ring. Both of these cases would lead to a 
spectrum with a single resonance. Even more important was 
the fact that the NMR results confirmed the family concept 
for fullerene cages. It was now clear that a host of stable 
fullercnes were just waiting to be discovered, as we had long 
suspected. 1331 

"The Third Man" is^a^Elusive as Ever in Space 

The elusiveness of C 60 and my belief that it has been lurk- 
ing in that blackest of black materials, soot, since time im- 
memorial often reminded me of the role played by Orson 
Welles in the film "The Third Man". The spirit of this anti- 
hero pervades the whole movie although he is seldom seen. 
Indeed he makes his first appearance late on in the movie in 
the black shadows of a dark street in Vienna when his face 
is suddenly illuminated by a light being switched on. For five 
years C 60 played a very similar shadowy role — at least as far 
as I was concerned. My. part in the buckminsterfullerene 
story really started out in space, and this celestial sphere has 
come down to earth with more of a bounce than a bump; but 
will it bound back up into space? Is this third form of carbon 
distributed ubiquitously in space as we surmised the day we 
found it in the laboratory?'*" Now that we know something 
about fullerene-60. we should be able to study all its optical 
properties. It is clear that the UV radiation density in the 
optically observable interstellar medium is such that the spe- 
cies will be ionized. p3) The possible existence of encapsulat- 
ed complex ions' 13 ''* 1 is quite interesting. However, even 
with buckminsterfullerene in our hands, we find that this 
"third man" is as elusive as he ever was in the space between 
the stars. Perhaps the interstellar form is related to protonat- 
ed carbon monoxide (HCO*), which Bill Klemperer identi- 
fied about 20 years ago." 7 ' If there are any C 60 molecules in 
space there can be little doubt that most will have a proton 
or some other atom adhering to their surface. n *' C 60 H * 
could probably survive for eons. Other abundant elements, 
particularly alkali and alkaline-earth metals, must also stick 
to the surface. Such species will have fascinating optical 
. spectra. For instance, the energy and wavelength of the 
charge-transfer transition (C 6 + 0 )X — (C 60 )X * can be estimat- 
ed to a first approximation as simply the difference between 
the ionization potentials of the separated species. For 
(C 60 H)* this transition lies at about 2200 A. For (C 60 Na)* 
and (C 60 K)* the transitions lie in the region of the Diffuse 
Interstellar Bands' 33 ' and for (C.oMg)* near zero frequen- 
cy)!) These observations imply that this and related species 
will have unusual electrical properties. These processes are 
probably related to the recently observed superconductivity 



of metal-doped fullerene-60 materials.'"-*' This conjecture is 
supported by an important new result which comes .not from 
work with bulk material but from cluster-beam studies by . 
McElvaney and Callahan.'.^*" they found that the gas-phase 
proton affinity of C,, 0 is similar to that of ammonia— a re- 
markable result! I like to put my trust in intuition: when all 
else fails it is. after all. our only guide: It is curious to note 
that some important spectral features of space (the Diffuse 
Bands) have been visible for decades, yet we do not know 
what causes them. Now we have discovered that an unex- 
pected molecule. C, 0 . has been under our noses on earth 
since time immemorial and was invisible until how. It seems 
10 me highly likely that these two observations will turn out 
to be connected. 



Epilogue 

Since the time that graphite balloons and C 60 were twin- 
.. klesin . lhe ! ves ° f David Jones. Eiji Osawa. and a few other 
imaginative scientists,'" * 3 "-* 81 there have been rnany sig- 
nificant contributions, bothexperimentai and" theoretical. 'to' 
the first chapter of the buckminsterfullerene story which has 
just been completed. These have recently been comprehen- 
sively reviewed.'"! Figure 12 shows the Rice/Sussex team 
and Figure 29. the Sussex Buckaneers. These two teams to- 
gether with the Heidelberg/Tucson team scored many of the 
goals in the football match which has just ended. Many new 
teams have now started to play an exciting, but different, ball 
game. The important difference is that the players can now 
see what they are kicking. 




lit'lfr 9 ' iP* Su "« ""kweri football .can* From left : Kro lo . Abdul-Sada. 
laylor. Hare.-and Wakon. 



Apart from the successful observation of the "lone" NMR 
line, two other matters give me a sense of deep pleasure - one 
was the beautiful color of C 60 and. furthermore, that it was 
seen first at Sussex. The second was that apparently no one 
else appeared to have followed up the early IR results -ob- 
tained by the group from Heidelberg and Tucson (September 
1*89). In retrospect I find this astounding: perhaps it was 
because the work appeared in the astronomy literature, but 
more likely it was because research today is carried out under 



such pressure, and our fear of failure is so great (and exacer- 
bated by funding procedures). Few groups enjoy the luxury, 
of working in the dark— a condition which 1 feel lies at the 
heart of true scientific endeavor. I have a videotape of a 
marvellous BBC documentary on Richard Feynman (the 
greatest lecturer I had ever heard) from the series "Horizon". 
In one pan he talks on essentially this topic. This 50 minute 
program had the most profound efTect on me. At one point 
Feynmann described how. when he was hired at Cornell. 
Bob Wilson had told him that it was the university's respon- 
sibility whether he accomplished anything— it was their 
nsk(!) it was not for Feynman to worry about, he should 
amuse. himself. In this way he was freed from the psycholog- 
ical burden or doing anything "important", and he was able 
to relax and do what he most enjoyed— physics and mathe- 
matics—just for the fun of it. How lucky he was. I know of 
few professional scientists today, certainly no young ones, 
who are in such a Utopian scientific environment. What a sad 
reflection on today's research, especially since we know in 
-v ou- hearts-that human beings achieve most when they are 
of pressure. We know that small children learn and dis^ ; 
cover the joys of nature most efficiently during their play. 

News of the breakthroughs spread like wildfire during 
September 1990. and the method of production developed 
by the Heidelberg/Tucson group was immediately improved 
upon' 781 at Rice University. As soon as it was known that 
fullerenes are chromatographically separable and that solu- 
tion NMR is feasible, other groups confirmed these mea- 
surements.' 79 - 801 Don Huffman remarked laconically at a 
recent symposium, "Everyone is able to repeat these experi- 
ments". 

A new postbuckminsterfullerene world of round organic 
chemistry and materials science has been discovered 
overnight. Almost every day a new paper appears on some 
novel aspect of fullerene behavior. The group from Rice 
University has shown that C 60 forms species such as 
QoHje. 1781 Hawkins et al. have made an osmium complex in 
which the spinning of the fullerene ball is stopped and has . 
enabled accurate bond lengths to be determined. 18 " NMR 
studies by Yannoni et al. have also yielded accurate bond 
lengths. 1821 The radical anion has been polymethylated by 
Olah's group; 1831 platinum complexes have been prepared at 
DuPont.' 8 * 1 At AT&T it has been found that the metal- 
doped material, now holds the temperature record for molec- 
ular superconductivity. 1131 Fascinating differences in the 
crystal structure of C 60 have been found which depend upon 
how the crystals are produced.' 77 ' Foote and co-workers at 
UCLA have shown that C 60 transfers light energy efficiently 
to generate singlet oxygen.' 851 Diederich, Whetten, and co- 
workers have evidence for oxides such as C, 0 0.' 86 ' C 60 is 
decomposed by light under circumstances which still need to 
be fully identified. 187 ' Also interesting is the fact that more 
fullerenes. such as C 7t and C 64 , are being extracted and 
characterized. 1861 The fullerene family has arrived in force, 
and there are balls of all shapes and sizes for everyone to play 
with. 

This advance is an achievement of fundamental science, 
not applied science, and serves as a timely reminder that 
fundamental science can achieve results of importance for 
strategic and applied areas. The origin of the whole program 
lay in an interest in aspects of molecular dynamics, allied 



with the quest for an understanding of the oricin of the 
carbon chains in space and their possible relat.onship to. 
crcumstellar and interstellar grains as well as soot."' These 
■deas welded together beautifully with the major advance in 
cluster science brought about by the expenmental techniques 
developed by Smalley and co-workers at Rice University 
Kraischmer and Huffman and co-workers were originally 
motivated by an interest in space dust and. in their recent 
breakthrough, by astrophysical implications of C 60 The C 
story has many facets, but more than anything else it is yet 
another archetypal lesson on the benefits to be gained by 
supporting pure fundamental science. The field has explod- 
ed and its applications in chemistry and the science of mate- 
rials are only just starting to be explored. Finally it is worth 
; noting that C 60 might have been detected 20-40 years ago 
perhaps .n a sooting flame; one wonders why it took so long' 

Another lesson may be learned from ,hese acknowledge- 
ments. Important contributions «<ere made in research pro- 
grams a, the University of Sussex (Brighton. UK). iheNa- 
^uncil «>«™. Canada). Rtce UnZrZ ^ 

(Tu ln ulT^L Ce / many ^ dlhe U ""™'> of Arizona 
the Z, l , ' dUC0VerV ° /C " * 0 lribule >° no, only 

l T n T ^ ^ also the necessity of 

SSf^ "operation. The contribution from the Un!- 
versuy of Sussex ,o the story started as a consequence of the 
Chemistry by Thesis" degree course initiated by Colin Ea- 
born. which enabled undergraduates (such as Anthony Alex- 

iTn Mr^.T' r " earCh WUh a**™™ from more than 
one field. J, could only have been successful in the inter discipll 
nary sciemtfic research and teaching environment which the 
untverstty pioneered when Sussex was founded in the "optl 
rntsuc 60s '. Sadly this and other courses have been ■■regulat- 
ed ou, of existence by bureaucrats who hove little understand- 
ing of how student research expertise is brought to maturity 
and no awareness of the dire consequences for our future sciZ 

LTy atT7 f° rganiC - ""I™' ^ physical chem- 
istry, /also W chse conmas w . ih 

ZeZ " f"'^ CCrea ° nd R ° ber ' Smilh - Th < ^boTat 
stlrd Z I' 0 "" a S ree -» h «*»e research program which 

TlexanZ ^Jr'r ^T"? <WUh David Wa "°"- 
quZTum U W ^ ™ poroscopy and 

quorum mechamcs to radioastronomy (with Takeshi Oka 
Lome Avery. Norm Broten. and John MacLeod a, the NRC) ' 

Jim He ,, , l °n h l labhrt "° ry W chM P h ™" ™* 
Jim Heath. Sean O'Brien. Bob Curl, and Rick Smalley a, Rice 
Un versuy). , n the las, phase, key advice came from Michael 

(7th Jo n T°T erJ WhlCh Mtimed W *»» ^rnistry 
Uith Jonathan Hare. Ami, Sarkar. Alaa Abdul Sada Roger 

S whTtl dl Wah ° nS - Ap0r '/ r0m '^^onedTnthe 
Zl w P / e r i lTea {and sometimes crucial parts) such as 

of many others who played indirect parts, particularly gradl 
such air'' ™ d P°'- d °«or a l fellows as well as colleagues 
such as Tony Stace. Roger Suffolk, and Mike happen. Finally 

Datd ValT " Wea *™»f» «™ — I advice and 

fhe oeHod r m k par " Cula ' > h » "fiMn* help throughout 

prefaZ / ^ distance in 

preparing this account. 
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The cover picture shows, a section of a high-frequency oven used in a novel 
synthesis of fullerenes. The reaction zone (at approximately 2800 °C, the light 
is dimmed by the soot beginning to deposit) is depicted at the start of the 
fullerene production. The inductor, boron nitride insulation tube, quartz tube, 
and initial formation of smoke can be seen. More about the novel efficient 
synthetic method is reported by M. Jansen and G. Peters on page 223. The 
boom in fullerene chemistry continues. The third in a series of highlights on the 
important recent results (previous updates were published last year in the 
January and June issues) will appear in the next issue. An overview of the 
preparations, properties, and reactions of C 60 is planned. This issue includes 
two highlights on silicon clusters including S\^ 0 (p. 173). a communication on 
He@C 60 (p. 183), and, last but not least, an exciting account by H. Kroto on 
the start of the fullerene story (p. 1 1 1 ). 




Review Articles 



A "round organic chemistry" has burgeoned 
this last year following the development of an 
efficient means of producing fullerenes in 
1989/1990. One of the protoganists in the 
fullerene story describes in a lively personal 
style how this fascinating new chemistry 
came about. In this thriller he points out that 
the discovery of C 60 in 1985 did not result 
from an applications-oriented search but 
rather from basic research and scientific cu- 
riosity. 




H.W.. Kroto' 



Angpn . C li em. - . . . 

Int. Ed. Engl. 1992, 31. I I I ... 129 

C 60 : Buckminsterfullerene, The Celestial 
Sphere that Fell to Earth 



Almost atomic resolution is achieved today in techniques for studying 
monomolecular Langmuir films of amphiphilic molecules. Synchrotron X-ray 
sources providing well-collimated. high-intensity radiation make this possible. 
In this review the principles and methods used to study thin films are discussed. 
In these investigations, for instance, a strong influence from solute molecules 
or ions in the subphase on the crystallinity of the monomolecular layer was 
revealed: whereas a-glycine increases the crystallinity of a fluorocarbon mono- 
layer, ^-alanine decreases it. Possible explanations for the phenomena are also 
presented. 
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C 60 : Buckminsterfullerene, The Celestial . Sphere that Jell . . _,. 
4o Earth . , - , 

By Harold W. Kroto* 

In 1975-1978 the long-chained polyynylcyanides, HC 5 N. HC,N. and HC,N were surprisingly 
discovered in the cold dark clouds of interstellar space by radioastronomy. The subsequent 
quest for their source indicated that they were being blown out of red giant, carbon stars. In 
1 985 carbon-cluster experiments aimed at simulating the chemistry in such stars confirmed 
these objects as likely sources. During these cluster studies a serendipitous discovery was 
made; a stable pureKarbon speci-s, C 60 . formed spontaneously in a chaotic plasma produced 
by a laser focused on a graphite target. A closed spheroidal cage structure wa:; proposed for 
this molecule, which was to become the third well-characterized allotrope of carbon and was 
named buckminsterfullerene. It has taken five years to produce sufficient material to prove the 
correctness of this conjecture. There may be a timely object lesson in the fact that exciting new 
and strategically important fields of chemistry and materials science have been discovered 
overnight due to fundamental research, much of which was unable to attract financial support, 
and. all of which was stimulated by a fascination with the role of carbon in space and surs. In 
this account, interesting aspects of this discovery, its origins, and its sequel are presented. The 
story has many facets, some of which relate to the way scientific discoveries are made. 



Molecules with Unsaturated Carbon Bonds 

In the early 1970s, the chemistry of carbon in unsaturated 
configurations became the prime research focus for my 
group at the University of Sussex." 1 We were interested in 
free unstable species and reaction intermediates containing 
C-S, C-P, C-Si. or even C-C multiple bonds. The work orig- 
inated from an abortive attempt to produce thioformalde- 
hyde (H 2 C=S) by photolysis. However, we switched imme- 
diately to thermolytic activation after I heard a lecture in 
which Don Johnson (from the U.S. National Bureau of 
Standards in Washington, D.C.) described how he and Pow- 
ell had made this compound 12 ' by passing MeSSMe vapor 
through a quart2 tube heated simply by a bunsen burner! 

I"] Prof. Dr. H. W. Kroio 

School of Chemistry and Molecular Sciences 
University of Sussex 
Brighton BN1 9QJ (UK) 



This approach worked beautifully; we produced numerous 
other new compounds containing the C=S moiety such as 
thioethanal and thioketene by thermolysis of specially syn- 
thesised precursors, and characterized them mainly by mi- 
crowave and photoelectron spectroscopy. 111 These sulfur 
•species possessed a distinctive, odor, and I for one have sym- 
pathy with, the citizens of. Freiburg who, according to 
Noller, 131 forced Baumann and Fromm to abandon their 
work on these compounds. We gave up our work on seleno 
analogues for similar reasons after detecting seleno- 
propanal! After success with sulfur/carbon compounds we 
jumped, in the spirit of Mendeleev, to the next element in the 
second row of the periodic table, phosphorus. The first phos- 
phaalkenes, CH : =PH and CH,=PCl, 141 were produced in 
1976 in a joint project with John Nixon; several more fol- 
lowed. 1 ' 1 Simultaneously, Becker in Germany made 
PhP=C(/Bu)OSiMe 3 . 15] At this stage I envisaged a simple 
possible solution to the problem which had been on my mind 



.. ...L>i ■«■ «/.._!..._ ,nni n<.^nM^t\^!<>7lCl^X)^)JU 1 1 1 J.J0+ .2510 111 



since 1964. namely, to ascertain whether derivatives of Giers 
beautiful molecule HChP 1 * 1 could be made. I had been fas- 
cinated with HChP since the day I arrived as a postdoc at the 
National Research Council (NRG) laboratory in Ottawa 
and heard Takeshi Oka (who was then also an NRC post- 
doc) enthuse over a spectrum of this molecule which Kelvin 
Tyler (another NRC postdoc) had just obtained. 111 It seemed 
to me that the chemistry of HChP and its analogues must 
parallel that of the nitnles. Transition-metal complexes 
could probably be prepared, and cycloadditions to generate 
phosphorus-containing rings would be feasible. 18 - 91 The sim- 
ple approach worked very well, and we produced the first 
phosphaacetylene derivative. CH 3 ChP." 0 > by thermolysis 
of EtPCl, (provided by R. Schmutzler). We -followed this- 
breakthrough with the syntheses of other XCsP species 
(X m Hal. Ph. NeC. N=C-CsC. etc." 1 ). It is most satisfy- - 
ing that, as I had originally conjectured in 1964. the phos- 
phaalkynes (and the phosphaalkenes) have subsequently 
been exploited by ourselves and other groups as synthetic 
building, blocks. . ,.. .„.,,.._., 

In parallel with our studies, of compounds made up of 
second-row elements and carbon we probed molecules con- 
taining chains with C-C multiple bonds. My fascination 
with such chains developed very early on in a study of the 
peculiar molecule, carbon suboxide 0=C=C=C=0 (one 
subject of my Ph.D. work at Sheffield in the early 1960s with 
my supervisor Richard Dixon). This stimulated my curiosity 
in extended carbon chains and the unusual flexibility which 
they often exhibited; a preoccupation with such molecules 
has continued to this day. When I flash-phoiolyzed C 3 Oj a 
year or two later at the NRC. I ended up with a cell full of 
black soot and a magnificent spectrum of the C 3 molecule, 
whose enigmatic patterns had finally been deciphered by 
Gausset etal."" Almost everything about these carbon 
chains seemed idiosyncratic, and I stored such observations 
up for the future. These memories were reawakened in the . 
early 1970s by David Walton's work on polyynes at the Uni- 
versity of Sussex. David had developed elegant methods for 
synthesizing long-chain polyynes. based upon silyl-protec- 
tion techniques which he pioneered in acetylene chem- 
istry." 2-1 * 1 He and his students had made the parent 
24 carbon-atom species in minute quantities in solution and 



tion-rotation dynamics — a topic which had attracted my 
interest. In my mind they conjured up an image of a micro- 
scopic quantum-mechanical cheerleader tossing a very 
bendy bamboo baton high into the air — and then attempting 
to catch the violently flexing and turning baton it as it de- 
scended. The obvious first compound for microwave study 
was the cyanopolyyne. HC 5 N, because of its expected enor- 
mous dipole moment. Walton devised a synthetic route; An- 
thony Alexander, a "Chemistry by Thesis" student (editorial 
comment: for an explanation see the acknowledgements at 
the end of the review), successfully prepared it and measured 
its microwave spectrum in 1974." 51 This was a wonderful 
achievement for an undergraduate and .a very important one • 
for me, since it was the first molecule to be characterized on 
our newly acquired microwave spectrometer. 




Fig. 1 . The dark clouds id Taurus from Barnard: 1927 survey. A tlas of Selected 
Regions of the Milky Way. (Ed.: E. B. Frost. R. Calvert), Camcgic Institute. 
Washington. D.C.. 1927 . Heiles's Cloud 2 is in the left-hand bottom corner as 
indicated by coordinate markers. 



At about this time spectacular advances were being made 
in molecular radioastronqmy. The black clouds which are 
smeared across our Milky Way galaxy (Fig. 1) were found 
to possess long-hidden dark secrets. Townes and co-work- 
ers" 61 opened the Pandora's box in 1968 and revealed that 



H-C=C-CbC-C=C-CeC-CsC-CsC-CeC-CsC-CsC-CsC-CeC-C=C-H 



even a 32 carbon-atom (silyl-protected) polyyne." 31 These 
chains were precisely what was needed for a study of vibra 



the clouds are full of identifiable molecules. Astronomers 
suddenly realized what a key role molecules played in the 
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.Sniimaie gas dynamics involved in the birth of stars and 
planets. Apart from well-known species such as ammonia. 

' water, and ethanol— enough for 10 :B bottles of schnapps in 
Orion alone— Bill Klemperer ingeniously identified the 
HCO' ion (prbtonated CO)""" which had not previously 
been detected in the laboratory. Thus space served not only 
as a playground reserved for astronomers, but it now pre- 
sented chemists with a novel piece of apparatus, indeed a 
colossal new spectroscopic sample cell, containing a plethora 
"of exotic molecules in a wide range of physico-chemical 
environments. 1 "" Shortly after Turner" 91 had delected 
HC 3 N by microwave frequencies. 1 wrote to Takeshi Oka at 
the NRC; my group had recorded the analogous frequencies 
of HCjN. and 1 wanted to search for the molecule in space. 
Takeshi and I had worked (1964-1966) in the same labora- 
tory at the NRC during the golden, years of that research 
organization. 1 * 1 He replied saying that he was "very, very, 
very. very, very much interested". 

In November 1975 the search for radio waves of HC 5 N 
(with Canadian astronomers Lome Avery, Norm Broten, 

"""arid John MacLeod) resulted in : the successful detection of a 
srgnSnrbmSgrFjVa'giaftt cloud of molecules near the center • 
of the galaxy. 1501 Although we had been hopeful, we were 
surprised by our discovery since it had seemed such a long 
shot. In 1975 molecules with more than three or four heavy 
(C, N, or O) atoms were assumed to be far too rare to be 
detectable. However, having found HC 5 N in space, we 
thought that HC,N might also be present. Walton devised a 
synthesis of HC,N. and graduate student Colin Kirby man- 
aged the very difficult problem of making it and measuring 
its spectrum. 12 "..By the time Colin (in England) finally suc- 
ceeded in recording the vital frequency, we were actually 
working on the radio telescope, since our allotted observing 
session had already started. Colin telephoned my wife, who 
wrote the value on an envelope (Fig. 2 left). She then tele- 
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Fig. 2. Tht envelope (left) and intermediate note (right) with the precious ex- 
pe imental data from which the frequency of HC,N in space was determined. 



phoned Fokke Creutzberg, a friend in Ottawa, who also 
noted it carefully (Fig. 2 right) and transmitted it to us at the 
telescope site in Algonquin park (Fig. 3). The next few hours 
were high drama. We dashed out to the telescope and tuned 
the receiver to the predicted frequency range as Taurus 



'] Under the guidance or Gerhard Herzberg tht NRC had become the Mecca 
for spcciroscopisls. and it was here thai Cec Costain introduced me to the 
delights of microwave spectroscopy. 




Fig. 3. The 46 m radiotelescope in Algonquin Part. Ontario. Canada with 
which the long-chain carbon molecules in space were delected. 



(Fig. 1) rose above the horizon (perfect timing). We tracked 
the extremely weak signals. - from. .the.,.cold dark cloud 
- throughout the evening JG^no^ 
and stored incoming data, but to our frustration we could 
not process the data on-line while the telescope was running. 
The system did. however, display individual ten-minute inte- 
grations, and as the run progressed we watched the oscillo- 
scope for the slightest trace of the predicted signal in the 
receiver's central channel. During the course of these ten- 
minute snapshots, we gradually concluded that the central 
channel signal was possibly higher on the average than near- 
by ones. Desperate for even the faintest scent or success, we 
carried out a simple statistical analysis in order to determine 
whether the signal level of the channel was greater than the 
noise. As the night wore on we became more and more excit- 
ed, convinced that the signal was significantly more often 
high than low; we could hardly wait for Taurus to set. By 
1.00 a.m. we were too excited and impatient to wait any 
longer, and shortly before the cloud vanished completely, 
Avery stopped the run and processed the data. The moment 
when the trace in Figure 4 appeared on the oscilloscope was 
one of those that scientists dream about and which, at a 
stroke, compensate for all the hard work and the disappoint- 
ments which are endemic in life. The circumstances of this 
discovery— the arrival of the value of the microwave ire- 




Fig 



4. The firs, oscilloscope trace of the radio signal emitted by interstellar 
HON in Heiles s Cloud 2 in the constellation of Taurus (see the coord.nat.on 
markers in Fig. 1). 

in 



quency from the UK ju». ,n the nick of time, the gradual 
growth of the conviction that there might be a signal in that 
central channel of the receiver, and then finally the revelation 
that we (Fig. 5) had delected an enormous molecule in 
space 1 " 1 — made for a truly cathartic scientific experience. 
(Modern on-line data processing would have diminished the 
experience). Obviously, the next candidate was HC,N. but 




Fig. 3. The lean, at the NRC laboratory just after the detection of HC.N in 
space (from left): Avery. Oka. Broten. MacLeod, and Krolo. 



its synthesis was a daunting task. Fortunately, Oka devel- 
oped a beautifully simple extrapolation technique with 
which he predicted the radio frequencies of HC 9 N. Almost 
unbelievably, we detected this molecule as well !'"> Bell et al 
later detected even HC, , N.' 24 ' 



The Search for the Source of Carbon Chains 
in Space - 

It is not so obvious today, but in 1975-1978 such long- 
chain molecules were a totally new and unexpected compo- 
nent of the interstellar medium. How such species came to be 
present was not at all clear. I/elt that it was not sufficient just 
to have co-discovered them; I really wanted to solve the 
puzzle of how they got there in the first place, and indeed 
what they were doing there anyway. After all. everything in 
nature seems to have some role to play. The search for the 
source of these compounds became something of a preoccu- 
pation (even an obsession). By the early 1980s I was con- 
vinced that the ion-molecule reactions which Eric Herbst 
and Bill Klemperer.' 23 ' and Alex Dalgamo and John 
Black 126 ' had devised, and which accounted' beautifully for 
almost all other interstellar molecules, really could not ex- 
plain the origins of chain molecules."- 18 > it gradually be- 
came clear to me that red giant, carbon stars must hold the 
key. Particularly interesting was the spectacular infrared ob- 
ject IRC+ 10216. discovered by Eric Becklin and his col- 
leagues, 127 ' which pumps vast quantities of chains and grains 
out into space. I wondered about this red giant and the fact 
that it was shrouded in grains and chains, which were formed 
at roughly the same time." '" and.whether "the lone chains 
may be an intermediate form of carbon, between atoms and 
small molecules such as C. C : . and C 3 . which are well 
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known, a... particles with high carbon content such as 
soot . Perhaps some symbiotic cha.n/dust chemistry was 
involved. " 



The First Visit to Rice University (Easter 1984) 

The foregoing account sets out the background for my 
thoughts about the role of carbon in space prior to my trip 
to Rice University in Texas during Easier 1984 to visit Bob 
Curl. Almost the first thing that Curl told me was that I 
should visit his colleague. Rick Smalley. He enthused over a 
very recent result obtained by Smalley and his co-workers. 

who had analyzed the spectrum of the- SiC, and had shown 
the molecule not to be linear, as some might have expected 
but triangular: 128 ' (The analogous C 3 species is linear, al- 
though only just."") I visited Smalley's laboratory and saw 
the laser vaporization cluster-beam apparatus which he and 
his co-workers had recently developed. This powerful tech- 
nique enabled the mass-spectrometric study of stable clusters 
formed in a helium-entrained plasma, produced by a pulsed 
; yiasef focu&d on a 'sblid target. In this particular experiment 
■-•■•'SilicoTi carbide ^s^VSpim^^iQ'ititeib:itbriic spectrum of 
SiCj observed.' 281 I was much impressed by the result but 
even more by the experimental technique. 129 ' This method 
was clearly a major breakthrough in cluster science, since it 
made refractory clusters accessible for detailed study for the 
first time. I had already heard of it, but to see the apparatus 
in operation was quite fascinating. The result of the SiC 3 
experiment was particularly interesting to me. because it was 
consistent with some, unusual theoretical results for 
>Si=C< species 1301 obtained at Sussex in collaboration 
with John Murrell some years earlier. What excited me most, 
however, was the thought that by simply replacing silicon 
carbide with graphite, it should be possible to simulate the 
type of chemistry which takes place in the atmosphere of a 
carbon star and produce the long carbon chains. As the day 
wore on I became more and more convinced that the tech- 
nique was perfect for this purpose and that evening discussed 
it with Curl. Because of his interest in microwave spec- 
troscopy, he was immediately enthusiastic, and we made 
plans for a joint project in the hope that Smalley would also 
be interested. Perhaps we could detect chains with as many 
as 24-32 carbon atoms related to Walton's polyynes or Hin- 
tenberger's equally amazing pure-carbon species (C 33 etc.). 
which were detected by mass spectrometry in the early 1960s 
in a carbon arc.' 3 " I dreamt that one day it might be possible 
to detect a chain molecule such as HC 33 N (which is as long 
as the chains that Walton had made in a test tube) in space. 
Curl was particularly exerted by the prospect that we could 
check out an interesting idea of the late Alec Douglas. 132 ' 
namely, that carbon chains might be carriers of the famous 
Diffuse Interstellar Bands — a set of absorption features' 33 ' 
which have puzzled astronomers and spectroscopists for 
more than six decades. Because the project was not consid- 
ered a priority by the cluster group at Rice University at that 
stage, it had to await a convenient slot in their program. 

In the interim, a croup at Exxon carried out the basic 
graphite-vaporization experiment. In the summer of that 
year (1984) they published a fascinating result: the discovery 
of a totally new family of carbon clusters C 30 -C 19O [3 *>— 
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much larger species than those prepared by Walton 
etal." 2 "" 1 or observed by Hintenberger. 13 " This exciting 
discovery was peculiar because only even-numbered clusters 
were detected. It is important to note that at this juncture no 
specific cluster was perceived to be special. In August 1985 
(almost 1 8 months after my visit) Curl telephoned to say that 
carbon experiments were at long last imminent. He asked 
whether I wanted to come to Houston to participate or if 
they should carry out the experiments and send the data to 

-me. One thing was certain in my mind: I had not waited this 
long to have my experiments carried out by others in my 
absence; I wanted to do them myself and to direct the oper- 

. ation personally. Therefore I packed my bags and at my wife 
Marg's expense arrived at Rice University within days. 



Second Visit to Rice University — 
The Discovery of C 60 

; -Silicon and germanium cluster studies were on .thc.JFli.ee.,, 
^tet£wiO^.»?SWIlJ.S.83-.^>^aMSC. of their- implications for semi- 
conductors. Such experiments were considered to be impor- 
tant because the results might have useful applications. (!) 
The carbon project, on the other hand, was thought to have 
no possible application (other than for astronomy) and was 
to be completed quickly, causing as little delay to the semi- 
conductor study as possible. Preliminary measurents on car-, 
bon had already been carried out. and the Exxon spectra had 
been reproduced; nothing untoward was noticed. As soon as 
I arrived (August 28th) I presented a lengthy informal semi- 
nar on everything I knew about carbon in space, stars, and 
soot. My experiments started on Sunday. September 1st, 
1985. I worked in the laboratory alongside two research 
students, Jim Heath and Sean O'Brien— an exhilarating ex- 
perience; Yuan Liu was also involved. We toiled late into the 
night, varying the clustering conditions and monitoring the 
reactions of the carbon clusters with hydrogen, oxygen, and 
ammonia — gases which I thought would give rise to 
polyynylcyanides and Other chain molecules. They did! The 
experiments thus immediately confirmed that the chemistry 
in red giant stars could be responsible for interstellar carbon 
chains. Curl and Smalley paid frequent visits to the laborato- 
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Fig. 7. Entries by Heath. Liu. and O'Brien in the Cluster Laboratory Note- 
book from the period September 4-7. 1985 when key experiments were carried 
out at Rice University, a) September 4th: First recorded note that C M and.C, 0 
were'very strong (see also Fig. 6). b) September Mh: C„ "gnal again very 
strong, c) September 6th: Record of first experiments which specifically aimed 
at optimization of the conditions for production of a dominant C signal ("C„ 
is 30 x larger than C„") d) September 7th: Further power-dependence stud- 
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Fig. 6. Annotated lime-of-flight (TOF) mass spectrum of carbon clusters pro- 
duced on Wednesday. September 4th. 1985. the day on which the dominance of 
the C„ 0 signal was first recorded (set also Fig. 7a). 



fy. As the experiments progressed it gradually became clear 
that something quite remarkable was taking place: As we 
varied the conditions from one run to the next, we noticed 
that a peak at 720 amu 1 * 1 (corresponding to a C 60 species) 
behaved in a most peculiar fashion. Sometimes it was com- 
pletely ofT-scale; at other times it was quite unassuming. The 
spectrum recorded on Wednesday, September 4th, 1985 was 
astounding (Fig. 6). Our reactions were noted in the labora- 
tory record book (Fig. 7 a), and I annotated my copy of the 
printout (Fig. 6). From that point onwards the idiosyncratic 
behavior of this peak was followed very, very closely 
(Fig. 7 b). When this result appeared, the carbon project— 

[") Editorial note : amu = atomic mass unit. According to Quontiiits. Unit, W 
Svmboh in Physical Oi«nuirT<Ed.: Int. Union of Pure and Applied Chem- 
istry). Blackwell. Oxford. 1989 (Chapter 2.10). amu is the symbol for the 
unified atomic mass unit m, and Ihe unit u. In this review the unit amu which 
is still encountered frequently is used. 
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for the first lime — engendered general interest, and by mutu- 
al agreement continuation of the semiconductor program 
was delayed so that we could concentrate on the remarkable 
phenomenon which we had uncovered. As the weekend 
approached our actions, thoughts, and conversations turned 
more and more to the phenomenon. What might this special 
"wadge'* of carbon be? Smalley had never come across this 
British term for a cluster and liked it so much that he started 
to refer to C 60 as the "Mother Wadge"'; the omnipresence of 
the cluster led me to call it the "Godwadge". On Friday. 
September 6 during a group meeting. Curl suggested that we 
should concentrate on identifying the conditions under 
which the 720 amu peak was most prominent. O'Brien and 
Heath agreed to work shifts during the weekend. Experi- 
ments aimed specifically at optimizing the signal were car- 
ried out that same evening, and conditions were immediately 
found under which C 60 peak was 30 times stronger than the 
adjacent C 58 signal (Fig. 7c). After further optimization 
(Fig. 7d) the striking spectrum (Fig. 8) was finally obtained. 
C, 0 is also prominent! 
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Fig. 8. TOF mass spectrum of carbon clusters under ,lhe optimum conditions 
for the observation of a dominant C 40 signal. 



themselves up into closed cages, thus eliminating the 
dangling edge bonds and making the cage unreactive. This 
idea had instant appeal for all. For rrie this concept brought 
back vivid memories of Buckminsier Fuller's geodesic dome 
at EXPO '67 in Montreal (Figs. 9 and . 10). 1 had aciually 




Fig 9. Photograph (by Michel r*roulx) ol'tnc geodesic dome designciioy Buck- 
minster Fuller for the U.S. exhibit at EXPO '67 in Montreal (taken from 
Craphis 1967. 13! 379). One of the pentagons necessary for closure is discern- 
able in this photograph. 



been inside this remarkable structure at that time and re- 
membered pushing my small son in his pram along the ramps 
and up the escalators, high up among the exhibition stands 
and close to the delicate network of struts from which the 
edifice was primarily constructed. This experience had left an 
image in my mind which could never be erased. I had collect- 
ed numerous photographs of the dome from magazines over 




The Structure of C 60 (?) 



What on earth could C 60 (?) be? In the days following our 
discovery of C 60 (Fig. 6), the signal began gradually to dom- 
inate our results as well as our thoughts and conversa- 
tion. The quest for a structure which could account for this 
precocious wadge of carbon led to numerous, synergistic 
[Editorial comment: R. Buckminster Fuller's architectural 
constructions were based on a vcctoral geometry which he • 
called energetic — synergetic geometry: This was founded on 
a natur: 1 philosophy, according to which nature constructs 
systems of forces such that the maximal strength can be 
obtained from the minimum effort in construction.] discus- 
sions among all five members of the team during those days. 
The deliberations were particularly intense on Monday, Sep- 
tember 9th. As this day wore on and all the ideas which had 
surfaced during the period were assessed and reassessed, a 
consensus grew that C 60 might be some sort of spheroid.One. 
possibility we considered was that the laser had blasted 
flakes of hexagonal carbon from the graphite surface, and 
that these hot graphite-like networks had somehow wrapped 




Fig 10 Photograph (by Robin Whyman) of the inside of the EXPO - 67 dome ' 
in Montreal. One of the pentagons necessary for closure is clearly visible in the 
middle section, as is the way in which the strut lengths have been adjusted to 
achieve a smooth round shape. 
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patented t-.cosahedral and other polyhedral world-map projections); right) Smallcys model with 60 vertices and 12 pentagonal and 20 hexagonal faces. 



:he years from Life. Paris Match, and Graphis. Particularly 
striking were those in my favorite graphic an and design 
magazine. Graphis. to which I had subscribed since my uni- 
versity days. As 1 remembered it. the Graphis pictures 
(Fig. 9) showed that the dome consisted of a plethora of 
hexagonally interconnected struts. Indeed, the dome had ac- 
tually initiated my interest in some of Buckminster Fuller's 
other projects: I had eyen been in the process of writing to 
him with a view to working with him on the organized 
growth of massive urban structures. However, I did not pur- 
sue this, because I was offered a permanent academic posi- 
tion at Sussex at just that time. 

As far as C 60 was concerned, I wondered whether Buck- 
minster Fuller's domes might provide some clue. Smalley 
also strongly favored some son of spheroidal structure and 
suggested that we borrow a book from the Rice University 
library. We obtained.a book by Marks 1 . 35 ' in which geodesic 
domes of all kinds were described. In addition I had "one or 
two other structural proposals which intrigued me: One was 
a four-deck model 6:24:24:6 (two coronene-like sheets 
sandwiched between two benzenoid ones) with a roughly 
spheroidal shape. It contained 60 atoms, and its symmetry 
suggested that the dangling bonds might be somewhat deac- 
tivated. However, I really could see no reason why this spe- 
cies would be as unreactive as C 60 appeared to be; a closed- 
cage solution would certainly be more stable. A second 
image came to mind several times, most vividly on this par- 
ticular Monday. This was of a polyhedral cardboard star- 
dome (Fig. 1 1 left) wfiich I had constructed many years be- 
fore when my children were young. This map of the stars in 
the sky was tucked away in a cardboard box (that universal 
quantum of storage) downstairs in my home far away in 
England. I itched to get my hands on it and even described 
its features to Curl at lunch time. I remembered cutting out 
not only hexagons but also pentagons. I wondered whether 
I should telephone my wife to ask her to count the vertices 
in order to ascertain whether, as 1 half-suspected, they to- 
taled sixty. 



The Mexican Restaurant 



I was due to return to the UK the next day. so that evening 
(Monday, September 9th) I thought we should celebrate our 
extraordinary discovery. I invited the group put to dinner at 
what had become our favorite Mexican restaurant. During 
the meal the conversation was naturally dominated by 
C 60 (?)- W e again considered all the ideas which had come up 
in our deliberations during the days that had passed since the 
signal had first been noticed. We agreed unanimously on a 
closed cage structure. We talked about Buckminster Fuller's 
domes. Smalley, about chicken-wire cages, and I reiterated 
the essentials of the stardome — its spheroidal shape, hexago- 
nal faces, and, in particular, the pentagonal faces. Smalley 
expressed an interest. After the meal other members of the 
group went home; I returned to the laboratory in order to 
study the Marks' book on Buckminster Fuller, but I could 
not find it. I again considered telephoning home about the 
number of vertices in the stardome. But it was now far too 
late since it was well after midnight in the UK. 

Very early the next morning Curl telephoned to say that 
Smalley had experimented with paper models based on the 
stardome characteristics I had mentioned the previous day. 
Smalley had come up with something bigger than anything 
he (Curl) had ever been involved with before. When I got to 
the laboratory and saw the paper model (Fig. 1 ) right) which 
Smalley had constructed during the night I was 'ecstatic and 
overtaken by its beauty. It seemed identical to the stardome 
as 1 remembered it, and I was quietly pleased that my conjec- 
ture had been right all along. Heath and his wife Carmen had 
also experimented with a geodesic structure modeled out of 
jelly beans and toothpicks; it was not quite so convincing. 1361 

In summary, the quest for a rational explanation of the 
dominant line in the mass spectrum had reached a climax on 
Monday, September 9th. Ideas were suggested, refined, or 
cruized in earnest throughout that final day. Buckminster . 
Fuller's domes were invoked, Marks' book was consulted, 
and the stardome's pentagonal faces introduced at midday 
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and again in the evening; Smalley and the Heaths experi- 
mented further with models during the night after our meal. 
All this took place in a matter of hours, leaving no time for- 
anything important— other than perhaps Marks" book— to 
"slip through the cracks". 1 " 1 It was most satisfying that 
synergistic (a Fullerism) teamwork had been involved "in the 
experimental observation as well as in the positing of the 
structure. 

I delayed my flight home for one extra day (until Wednes- 
day, September 11th) in order to help to write the publica- 
tion. At. one point Heath was sitting at Smaileys desk when 
the telephone rang. A mathematician, whom Smalley had 
consulted earlier to ask about the structure; informed Heath. 
"Tell Rick— it's a soccerball!" Almost unbelievably, until 
that moment, none ofus.had realized that the C ft0 structure 
we were proposing had the same symmetry as the modern 
soccer-(USA) or football (rest of the world). F do not know 
how I could have been so blind— my only (feeble) excuse was 
that the modern football was introduced after 1 ended my 
serious soccer-playing days. The other members of the team 
could : be excused, since a structure related to the American' 
..Ceoj.baJLmlly. .W3S.,aiutnljlcely. contender, at least at that 
stage. We immediately purchased a real football and our 
five-a-side team posed for a photograph (Fig. 12). I also 




Fig. 12. The five-a-side Rice/Sussex football learn (from left): CTBrien. Smal- 
Icy. Curl. Kroio. and Heath. 



photographed Smalley's paper ball (Fig. 1 1 right), but when 
I queried the whereabouts of the Heath model in order to 
photograph it for posterity, I was informed that it no longer 
existed because Mary-Joe (another Rice graduate student) 
had eaten it. So all tangible record of a truly remarkable- 
edifice was lost for all time.l 

Since the geodesic dome doncepis had played such an im- 
portant pan in helping us to arrive at the solution (at least as 
far as I was concerned). I suggested that we name the com- 
pound buckminsterfullerene. Smalley and Curl fortunately 
agreed, accepting that though the name was long, it did 
indeed roll smoothly off the tongue. Thus we avoided the 
fearful international conflict over terminology which would- 
have raged had we named it after a certain well-known ball 
game. Smalley could not resist putting some alternative sug- 
gestions for names at the end of the publication. The name 



engendered the occasional mild criticism 138 ! which was dis- 
patched with a little help from Shakespeare. 139 ' Now that 
some time has passed, it is satisfying-to note how instructive 
(about geodesy) others have found the name and how flex- 
ible it has turned out to be. The- whole famiiy of closed cages 
can be appropriately named— fullerenes. 1 * 0 ' The paper'*" 
was dispatched by Federal Express to the journal Nature on 
the afternoon of Wednesday. September 11th, 1985. 



Five Long Years in the Desert 



The ten-hour nonstop flight home to England was a phys- 
ical and psychological high for me. My first action upon 
entering the house was to open the cardboard box and lake 
out the stardome which had influenced my deliberations dur- 
ing the search for the structure of C 60 . It had always looked 
beautiful; now it positively glowed. When the news of our 
result spread, Martyn PoliakofT at Nottingham wrote that 
his friend, David Jones, had already thought of hollow car- 
bon "cages. In 1 966 Jones had written a delightful article 
under the. pseudonym Daedaius in the journal New Scien- ' 
;m'* 2 -* 3 ' in which he had suggested that the high-tempera- 
ture process in the production of graphite might be modified, 
to generate graphite balloons. This was a typical example of 
the presciently "crazy" ideas of Jones. I thus learned about 
the Euler principle, which says that 12 pentagons are needed 
to close a network and that hexagons alone just will not do. 
I was introduced to D'Arcy Thompson's elegant book 1 ** 1 
and learned that one could close an even-numbered carbon 
cage with any number of hexagons (except one, I subse- 
quently learned) provided 12 pentagons were included in the 
network. The beautiful Aulonia (Fig. 13 photograph from 
Tibor Tarnai) already knew more than we about these simple 
(pentagonal) facets of (its) life. This was all fun^and truly 
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Fig. 13. A siliceous sea creature. Aulonia hexagona. appears at first glance to 
possess a skeleton composed completely of hexagons. Pentagonal structural 
elements are disccrnable. however (photograph supplied by Tibor Tarnai). 



fascinating, because it became clear that there might even be 
other (even-numbered) carbon cages — there were certainly 
other (even-numbered) peaks (Fig. 6), in particular C, 0 . 
O'Brien and Smalley reached the same conclusions indepen- 
dently. Particularly important were a series of reactivitv ex- 
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periments carried oui by O'Brien. \ .1 showed that all the 
even-numbered carbon species were totally unreactive. a re- 
sult neatly commensurate with closed structures for all the 
even-numbered cages. 1 * 5 ' 

I met David Jones, a most fascinating individual, who 
epitomizes so much of what the spirit of science should be 
about. We also learned that Osawa and Yoshida had already 
thought of C 60 in 1970 and had even suggested that it might 
be superaromatic. 1 * 6 -*'' 1 In 1973 Bochvar and Garpern 1 * 8 ' 
also published a theoretical paper on the molecule. Thus it 
transpired that although there were some most imaginative 
scientists around, few — other than Orville Chapman at the 
University of California at Los Angeles (UCLA) |4SI — had 
noticed these pioneering flights of imagination. 

Circumstantial Evidence for the Identity 
of the "Third Man" 

The first question stimulated by the realization that we 
might have found a "'third form of carbon" with a hollow, 
cage structure was obvious: is it possible to trap an atom 
...inside the c?tge3 M» early Shcffi e y...ba^r9und4ed,me.;io., 
wonder whether iron might form an intriguing ferrocene-like 
analogue. The day I left. Heath tried to encapsulate iron 
without success, but the next day he succeeded in delecting 
a stable C 60 La complex. 150 ' This experiment provided the 
first convincing piece of evidence to support our proposal of 
the cage structure. Then began what was. to become a truly 
exhausting schedule for me: Every four to six weeks I flew to 
Houston, and after two to three weeks" work with the group 
at Rice I returned to the UK and my commitments in Sussex. . 
As soon as I arrived i i Houston I would present a group 
seminar based on ideas which I had developed while in the 
UK. This schedule continued until April 1987. From the 
outset the joint Rice/Sussex follow-up program had two 
clear objectives. First, to make enough C 60 to prove beyond 
doubt that our structure was correct and second, to measure 
the optical spectrum of C 60 which we had surmised might in 
some way be responsible for the Diffuse Interstellar 
Bands. 1 * 11 These astronomical features had of course been 
partly responsible for the carbon -cluster experiment in the 
first place. These goals were all-consuming and we often 
talked about "the little yellow (Smalley"s guess) or pink (my 
guess) vial" of C 60 . 

During the late 70s and early 80s I felt that it was simply 
not enough just to detect the carbon chains; the source must 
be tracked down. This obsession with the source led ulti- 
mately to the discovery of C 60 . After 1985 I developed a 
similar attitude to (!,,„. Our discovery of a species which 
probably had a truncated icosahedral structure was "not 
enough", and as months and then years passed, confirma- 
tion of the structure and its identification in space also be- 
came somewhat of an obsession. We (the Rice group and 
myself) were convinced from the outset that our proposed 
structure was correct; surely it was too beautiful and perfect 
to be wrong. However, if for once aesthetics were misleading 
us. it would be much better if we proved our model wrong 
ourselves. Ii is certainly fair to. say thai the. proposed struc- 
ture was greeted with scepticism by some, though many 
love d C 60 an d were convinced that we were right from the 



start. During this pe ' i 1 985 - 1 990 ) 1 examined the prob- 
lem independently at Sussex, as well as in collaboration with 
the Rice group, who also made independent studies. In time 
all these efforts resulted in a mass of convincing evidence in 
support of our proposal. 

From the moment we discovered that C,, 0 was stable I had 
one all-consuming dream: I- wanted so solve the molecule's 
structure by NMR spectroscopy! Because all 60 carbon 
atoms in buckminsterfullerene are equivalent, the 13 C NMR 
spectrum should consist of a single line. Proof of our radical 
proposal in such an exquisitely simple manner was to remain 
elusive for some five years; this goal was almost like a holy 
grail — far. far beyond reach. I was quite convinced that a 
clever young organic chemist would accomplish this task. I 
had one consoling thought, namely that we had -been rather 
successful in the past with a series of molecules whose iden- 
tifications were based on spectra consisting of single lines: 
Phosphaethene. CH 2 = PH (the first phosphaalkene made) 
had been assigned by its J = 1 — 0 microwave line"-* 1 and 
HCjN and also HC,N had both been originally single radio- 
line detections in space.' 20 - 521 Then there was. of course, the 
720 amu peak iti iue iiiass sjjec£r<jm -of G 60 . J * 1 ' How fitting 
it. would be to round it - allofT by provingby another single-lint- 
that C 60 was buckminsterfullerene. 

C, 0 and the Fullerene Family 

It is fair to say that I (and perhaps also my colleagues at 
Rice University) occasionally woke up in the middle of the 
night and wondered whether 1 should have to commit suicide 
if our idea turned out to be wrong. Had we stuck our necks 
oui too far? These thoughts only lasted seconds. I would 
reassess all the evidence, realize that everything fitted, and go 
back to sleep convinced more than ever that C 60 had to be a 
geodesic cage. Time pased. we made several advances, 151- 521 
and each time the cage concept clarified our observations. 
That was important. I remembered hearing Richard Feyn- 
man on BBC radio say that it seemed to him that if a radical 
new theory were right, it would allow the solution of previ- 
ously unsolved puzzles. I quantified this: If an idea fitted 
80-90% of the observations, it was almost certainly right; if 
more than 10-20% of the details had to be bent to fit. it was 
almost certainly wrong. Buckminsterfullerene was well up in 
the first category. 

I remember vividly the day on which all my lingering 
doubts vanished. I was sitting at my desk thinking about the 
reasons why C 60 might be stable. The missing piece of evi- 
dence in this personal jigsaw puzzle turned out to be so 
simple, it was almost child's play; indeed it evolved from my 
playing with molecular models of-various conceivable cages. 
The solution was related to the C 10 signal which always 
popped up prominently when C 60 was strong. I used to call 
the two species "'the Lone Ranger and Tonto"'* 1 because 



[*] The Lone Ranger und Tonio were a famous cowboy and Indian duo from 
- the movies. As a child I saw them every week fighting crime in Ihe Wild 
West. Bob Dylan immortalized them in the following blues text: 
Well Ihc Lone Ranger and Tonto 
They are ridin* down the line 
Fixin!.ev'rybody's troubles 
Ev'rybody's 'ccpt mine. 

Somebody musi a tol' 'em that I was doin' fine. 
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they were so inseparable and because C 60 was always domi- 
nant (Figs. 6 and 8). As far as C 60 was concerned, it seemed 
no accident that the modern soccerball with the same layout 
is one of the most, if not the most, resilient of constructs, able 
to survive being kicked around the world (and perhaps 
around the galaxy). Maybe the football held a simple clue. 
When I looked carefully at a football. I was struck by the fact 
. that all the (black) pentagons are isolated, whereas all the 
. (white) hexagons are linked. It is known that unsaturated 
compounds composed of abutting pentagons (the pentalene 
configuration. Type II. Fig. 14). without substituen is .which . 
allow extended conjugation, tend to be unstable. Curiously, 
a compound with just such a structure appeared on the cover 
of Angewandte Chemie (July- 1987) that- very week. 
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Fig. 14. Isolated and abutting pentagons: I. isolated: II. fused pair (pentalene 
configuration): III. symmetrically fused triplet (triquinaccne configuration!: 
IV. directly fused quartet [J3). 



Since Euler's law requires 12 pentagons for closure, it was 
also clear that C 60 was the smallest carbon cage for which all 
the pentagons could be isolated. O'Brien's reactivity experi- 
ments had convinced us that closure was possible, even prob- 
able, for all the even clusters. I conjectured that a pentagon 
isolation rule could be formulated to account for the stabili- 
ty" 31 ; then I began to wonder which was the next cage for 
which pentagon isolation was feasible. 

By playing with the models I saw immediately that it was 
not C 62 . and as I added more atoms, try as I would. I could 
not find cage structures for C 64 . C 66 , or C 6B without abut- 
ting pentagons. We had already proposed a structure for 
C 10 ," 01 after Smalley had shown that by splitting C 60 into 
two C 30 hemispheres a ring of ten extra carbons could be 
neatly inserted, producing a most elegant, symmetric, egg- 
shaped structure (Fig. 1 5 right). Suddenly I realized that per- 
haps this C 10 cage was the next structure after C 60 which 
could close and which also had isolated pentagons (Fig. 1 5). 
This surprised me. Perhaps closure necessitated that 70 be 



the second magic number! We had stuck our necks out with 
the C„ 0 hypothesis on the basis of a single peak in the mass 
spectrum, but it now seemed that the cage concept positively • 
insisted that C,„ as well as C t0 are. special. 1531 That would-be 
wonderful. A second solution which required both of these 
particular magic numbers was impossible to conceive, espe- 
cially since 70 would be an unusual number to be deduced as 
magic at all. let alone the second in order. I knew that nature 
would not be that perverse, and thus for first time my 
conviction that our structure was corrrect became absolute. 
. and I. never again doubled that one day we would be vindi- 
cated. Indeed in my opinion this result meant that we were 
home and dry. 

I was elated by ihis line of reasoning, but I really needed 
proof. 1 remembered that Tom Schmalz and his colleagues. 
Klein and Hite. in nearby Galveston had published some 
elegant graph-theoretical studies on the fullerencs. I contact- 
ed him and asked him what he thought about my idea. I was 
amazed and delighted when he told me that they had been 
<Iookiag *<H^i&»san&s»pscyesnr-and:- had proven that cages 
composed of 62. 64. ; 66,.and 68 atoms cannot be. constructed , 
without abutting pentgagons."* 1 So it was true! I told him 
that I wondered whether the scmimagic C 30 might be the 
smallest cage able to avoid abutting triplets of pentagons 
(Typem. Fig. 14. Lit." 31 ). Schmalz et al. subsequently 
showed this also to be correct."* 1 One Sunday afternoon, 
sitting in front of the molecular models strewn all over our 
coffee table at home, I decided to investigate other semimag- 
ic numbers. I wondered about C 31 which had been shown by 
the group at Rice University to be the first cage relatively 
stable towards photolysis. I toyed with the idea that it might 
be the smallest cage able to avoid fused quartets of pen- 
tagons (Type IV, Fig. 14). I tried to make the smallest model 
containing such a structure, and as I counted up the atoms 
I suddenly realized, that it was not C 3J but a delightfully 
symmetric C 2B cage (Fig. 16). I became excited because I 




Fig. 15. For species with less than 72 atoms these two structures. art. the only., 
ones which can be constructed without abutting pentagons. Thus on the basis 
of the pentagon isolation principle and geodesic considerations C. 0 and C, 0 are 
predicted to be the first and second magic fullerencs. This result together with 
Figure 8 provided the simplest and strongest circumstantial evidence support- 
ing the closed-cage concept. 



Fig. 16. Molecular model of C„. one of several fullerencs (with 24. 28. 32, 50. 
and 70 atoms) predicted to be stable on the basis of geodesic and chemical 
considerations [53] . These magic-number predictions fitted almost perfectly the 
observations made under certain clustering conditions [51. 55) (see Fig. 17). 



knew, that during the Rice/Sussex collaboration period we 
had occasionally obtained mass spectra in which C 3 , was 
almost as dominant as C 60 - A 1 tnis P oinl il seemed that 
essentially all the magic numbers would fall into place if 
these clusters were all cages. -In particular. I found that I 
could explain the "fascinating spectrum (Fig. 17) published 
by the Exxon group." 51 Here was all the proof 1 needed to 
convince myself that a whole family of cage molecules was 
sitting around waiting to be discovered. The first somewhat 
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Fig. 17. The particularly interesting mass spectrum of C. clusters obtained by 
Cox et at. (55). The correspondence with the magic fullcrcne sequence 24. 28. 
32. 50. 60. and 70 (53) was the most convincing evidence for the existence of the 
fullerene/<wm'/v prior to the extraction breakthrough. The sharp cui-ofTat 24 is 
ariicularly convincing, since no C, 3 fullcrcne can exist. 



......stable member of the family appeared to be C 2 « . This can be 

.^plained b>! : .ih.Rjaa ; th.at-.C., 1 .ca 1 .tnat. Q '.rM-nd^bted-.ta-. 
Patrick Fowler for pointing out this fact to me) and that C J0 
is the smallest cage and as it has no hexagons at all. almost 
certainly the least stable. To some extent C JB (Fig. 16) be- 
came my own personal favorite, because regardless ofwhich 
of the four threefold axes one views this tetrahedral molecule 
along, it looks uncannily like Gomberg's famous free radi- 
cal, triphenylmethyl; this also just had to be right. I knew 
about Moses Gomberg's discovery from my favorite organic 
text (Fiescr and Fieser' 56 ' which Harry Heaney. my chem- 
istry teacher in school, had encouraged me to buy and read 
so long ago). It had always amused me to think that on 
attempting to make the rather mundane compound 
hexaphenylethane, Gomberg failed (miserably), produced 
the triphenylmethyl radical, and had to be consoled with 
becoming known as the father of free radical chemistry in- 
stead. This was the sort of "failure" that really appealed to 
me. If C 2B is relatively stable, then Cj„H 4 should be a fairly 
stable hydrofullerene. This seemed not at all farfetched ; after 
all. dodecahedrane which Paquette and co-workers first 
made 1511 is basically the perhydrofullerene of dodecahedrene 
(fullerene-20), the simplest and probably the least stable of 
all the fullerenes since it contains no hexagons. At this time 
I had a telephone conversation about nomenclature with 
Alex Nickon in which we came to the conclusion that the 
name-'-fullerenes" would work well for the family of carbon 
cages. 1 * 0, 531 1 gained much satisfaction from the refined con- 
cept which was even more appropriate; because Buckminster - 
Fuller had patented constructs of all shapes and sped based 
on the 5/6 ring principle;' 381 some were very sim lar to the 
elongated framework of C 70 . Nickon was just finishing his 
entertaining book with Silversmith on the origins of the 
trivial names of compounds. 1 * 01 

In Houston a particularly important series of experiments 
was carried out by Curl. Smalley, and their co-workers 
which offered further overwhelming evidence for closed 
cages. 1 " 1 One of these was a photofragmentation experiment 
which provided even-numbered products. Curl had worked 
out a neat way of explaining how the cages might "spit out" 
even-numbered (2, 4, 6, ...) carbon chains and then reseat. 



Another most convincing study showed thai when the en- 
capsulation of atom's of various sizes appeared to be success- 
ful, the smallest caged species detectable had diameters com- 
mensurate with the known sizes of the encapsulated atoms. 



C 60 and Soot 

During one of my eight visits to Rice University between 
August 1985 and April 1987 we considered carefully the 
reactivity results and developed a hypothetical mechanism 
for the formation of C^.' 451 Heath, O'Brien, and I spent 
hours in the library digging through an excellent selection of 
books and journals on carbon. The final version of the mech- 
anism grew out of intense synergistic group discussion. It 
was also clear that the mechanism might explain soot forma- 
tion as well. After all in a review on soot, Harris and Wein- 
er' 591 had pointed out the complete absence of knowledge of 
the chemistry involved in soot formation. Thus a fresh idea 
probably would be welcome. Our mechanism implied C 60 
'''ShouId'^^by-^;&^iMV^^€rr^&risatk>n;'-Cud' was appre- 
hensive about introducing the word soot, especially in- the - 
title. How prescient were his worries! However, Smalley and 
I decided to throw caution to the wind — after all, when you 
have gone as far as you can go (in postulating C 60 formation 
in a chaotic plasma), you might as well go further. Our paper 
met with some criticism.' 601 To our delight, however, in 1987 
we heard that Klaus Homann's group in Darmstadt discov- 
ered that C 60 was a dominant ion in a sooting flame. 16 11 
(Note: Very recently, a careful study by Howard's group at 
the Massachusetts Institute of Technology has shown that 
up to 7% of the soot from a benzene flame consists of 
fullerenes.' 62 ') 



The Giant Fullerenes 

One day I decided to spend £ 300 on ten-thousand sp J 
carbon atoms (molecular models!) The odd eyebrow was 
raised at Sussex when I said that I was buying them just 
because I wanted to see what giant fullerenes such as C 6000 
(with a diameter ten times that of C 60 ) looked like. Ken 
McKay (a graduate student) obtained Coxeter's book' 63 ' 
and Goldberg's paper' 6 * 1 and set to work. When he came 
into my room with models of C lt . 0 and C J40 (Fig. 18), I was 
delighted but perplexed— they were beautiful, but not at all 
what I had expected. C it0 , in particular, was not round like 
Buckminster Fuller's domes, but in fact much more interest- 
ing: It was essentially a monosurfacc which swept between 
cusps in the vicinity of the pentagons; it had icosahedral 
symmetry, but was not an icosahedron.' 651 Then we realized' 
that its shape might explain' 6 * 1 the polyhedral patterns in 
graphite microparticle electron microscope pictures pub- 
lished by Iijima (Fig. 19).! 66 ' The structure of these mi- 
croparticles could be nicely explained as concentric shells of 
graphitic carbon in which the shells had giant fullerene 
shapes. Few of our discoveries have delighted me more than 
these objects-, partly because they are so elegant, but also 
because the exercise, which was started purely for fun and 
with no serious aim, had yielded such an apparently impor- 
tant result. It was also an object lesson, since 1 had assumed 




Fig. 18. Molecular models of the giant fullcrcnes C,.,, (left! and C„„ (right). 
The models possess icosahedral shapes rather than perfectly spheroidal ones 
similar to the geodesic domes. Each of these structures can be considered as an 
initially flat hexagonal network which has warped into a closed monosurfacc 
(of icosahedral symmetry) by 12 pentagonal disclinations giving rise to the 
cusps. 

'that the giant fullerenes would be spherical like Buck*mTnster '' 
TuTler's'dom'es'ahd'' h"a^ noH 

ages. Even the most spheroidal giant fullerene (Fig. 19 a) was 
clearly polyhedral (Fig. 19 b). To see what one wants to see 




Fig. 19. The image obtained by electron microscopy of an onionlike graphite 
microparticle observed by lijima (65] which appears superficially to be 
spheroidal (a). Careful scrutiny of this image, however, indicates that the object 
has a polygonal outline consistent with a set of concentric quasi-icosahcdral 
fullercne-like shells (b) (65). The marker indicates a scale of 20 k. 



rather than what is. is a cardinal sin for a scientist and the 
temptation is to be resisted at all costs. 

The Quest for C 60 

Until late 1989 the evidence in support of our structure 
proposal was, to my mind, very convincing, but it could not 
be deemed anything other than circumstantial. Clearly a 
macroscopic sample of C 60 was needed — not just a whisper 
in a supersonic helium wind, detectable only by that ultra- 
sensitive sensor, the mass spectrometer. At Sussex we sought 
more tangible evidence. The Science and Engineering Re- 
search Council (SERC) funded the construction of a cluster- 
beam apparatus, which was assembled with Tony Stace; 
Sieve Wood helped us to obtain financial support from 



British Gas in the form of Collaborative Award in Science 
and Engineering (CASE) studentship for combustion-relat- 
ed studies. Ii was this assistance which was ultimately our 
salvation (vide infra). In a third project conducted with Ken 
McKay, we probed (by electron microscopy) the films pro- 
duced by a carbon arc under helium in an old bell jar evap- 
orator. We found that the film microsiructure changed as the 
helium pressure was increased (to ca. 50 mmHg). The 
quadrupole mass spectrometer, with which 1 sought to moni- 
tor whether C 60 was produced in this experiment, was the 
integral part of a modest carbon materials research project 
which failed to attract support from any funding source (in- 
cluding chemical companies). Because Siace and I had been 
quite generously funded by the SERC solely for the cluster- 
beam studies, another application (and indeed a rather ap- 
plied one) to that source was difficult. Time slipped by and 
; -this program faltered even though I had put a great deal of 
effort into trying to obtain .financial support. 

" The F lrerVaipeT'by KCratschmer, Fostiropoulos, 
and Huffman 

In September 1989 Michael Jura (UCLA Astronomy De- 
partment) sent me a copy of a thought-provoking paper' 67 ' 
(Fig. 20) presented by Kratschmer. Fostiropoulos, and 
Huffman at a symposium on interstellar dust. This research 
group from Heidelberg and Tucson had observed four weak 
but distinct infrared absorptions in a film of arc-processed 
graphite, which were tantalizingly consistent with the expect- 
ed spectrum of buckminsterfullerene. From theoretical stud- 
. ies' 68 ' it was known that C 60 should exhibit only four lines: 
What was more, the observed frequencies agreed quite well 
with those predicted. I had long followed the work of this 
group and knew that they had developed great expertise in 
studying carbon by spectroscopy. We had occasionally tried 
related studies, and I was only loo aware of how tricky they 
were. I was sceptical about their result and also rather cha- 
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Carbon dust samples were prepared by evaporating graphite in an 
atmosphere of an inert Quenching gas (Ar or Hei . Chanoes of the 
spectral features cf tbe carbon dust were observed when the 
pressure of the cm en china gas was increased . At low pressures 
(order JO torri , the spectra show the familiar broad continua. A 
high pressures (order 100 torri. narrow lines in tbe IX and two 
broad features in the I/V emerge. The four strongest IX features 
are located in the vicinity of tbe lines predicted for the C • 
oclecule . One of the observed UV features Kay be related to the 
known 368 nm transition of C* • . It thus appears that at high 
ouenchina ess pressures C< * is produced along with the carbon 
dust. 

Fig. 20. Annotated copy of the key paper presented by K.ratschmer. Fostiro- 
poulos. and Huffman ai the conference Dusty Objects in the Universe in Capri 
(1989) [67], This paper with (he appended query was sent to me by Michael Jura 
{UCLAI who aitcnded this conference. 



gnneu. lor nau noi t^en Mci^ay and I maoe sooi in a Dell jar 
in exactly the same way three years before during the project, 
which we were forced to abandon through lack of funds? 

1 decided to resurrect the old and decrepit bell.jar and with 
Jonathan Hare (holder of the British Gas CASE graduate 
studentship) tried to reproduce the infrared features ob- 
tained by Kratschmer et al. Michael Jura's missive arrived 
around September 1989, just before the start of the Sussex 
academic year, a time when third year undergraduate 
projects are needed. It does not matter whether these projects 
yield results: they should imbue the student with the flavor 
and excitement of genuine research, that is. the experience of 
working in the dark, not— as all too often happens — the 
frantic scramble for results at all costs! I had often initiated 
the most speculative of projects in this way. and my experi- 
ence had shown time and time again that- important and 
exciting studies could often start from such inauspicious be- 
ginnings. It seemed perfect for Amit Sarkar's third-year pro- 
ject, and he joined Hare on this wildly speculative project. 
Fairly soon these students succeeded in obtaining the IR 
bands (Fig. 21 ). which, although always very weak and high- 
ly irreproducible. confirmed the observations of the group 
from Heidelberg -and Tucson. Th2--3b33!c*^appa?a«B.-s!t6a» - 




Fig. 2 1 . Infrared spectrum of a film of arc-processed carbon oblained by Hare 
and Sarkar al Sussex which shows weak but clear (and confirmatory! evidence 
that the features Ant observed by Kratschmer et al. [67] (see Fig. 20) and tenta- 
tively assigned to C M were real and repeatable. 



promptly fell to pieces! After rebuilding it almost completely 
from scratch. Hare tried to repeat the earlier observations, 
but consistent results eluded him. Sometimes he obtained the 
characteristic spectral features, sometimes they disappeared 
for days or weeks at a time. In retrospect. 1 suspect that the 
original discovery of the IR features by Kratschmer et al. 
could have been made by few other groups. Hare carefully 
varied every experimental parameter he could think of and 
finally developed the expertise to produce films which exhib- 
ited the telltale infrared features consistently. He wrote to 
Kratschmer about his efforts and received an encouraging 
reply containing useful advice. This certainly helped, because 
it was quite difficult to make films amenable to analysis. 



Ihe Dime. >itionot (_,„ 

I spent about one month in the UCLA Astronomy De- 
partment' around Easier 1990. One day. Mark Morris 
brought Francois Diederich from the Chemistry Depart- 
ment to see me. Diederich appeared excited and exhorted me 
to come to his office because he had something to show me. 
In response to his manner I somewhat disdainfully quipped. 
"You've not made C 60 ?" When he replied. "How do you 
know?". 1 was startled and suddenly became apprehensive 
since there was genuine surprise in his voice. When we ar- 
rived at his office he showed me an astonishing mass spec- 
trum. In their -attempts to make a pure carbon ring of. 
30 atoms Diederich. Rubin. Whetton. and their co-workers, 
had found that the molecule spontaneously dimerized to 
form C 60 with almost unbelievable efficiency. 1691 This stag- 
gering result seemed to answer, almost at a stroke, many 
puzzling questions that had been on my mind for years about 
carbon chains, their relationship with C,, 0 , and soot. But I 
became even more apprehensive when I comprehended that 
the UCLA group might be on the verge of obtaining the 
nrav^ed'C^'KM'R'Ki^Subseqwiii'dsurJdsions with David 
"Walton, with whom I had probed aspects of the C 60 forma--* 
lion mechanism. , '' 0, alleviated , my worries; he convinced me 
that scaling up the UCLA experiment so as to produce suffi- 
cient C,, 0 for the key NMR measurement presented an anor- 
mous challenge. 



Mass Spectrometry 

I returned to Sussex and by early summer 1990 started to 
believe for the first time that C 60 really might be in our sooty 
deposit. We therefore decided to probe the material by solid- 
state magic-angle-spinning (MAS) NMR. Indeed Ken Sed- 
don (a Sussex colleague) had encouraged me to do this some, 
years before. Perhaps the single I3 C NMR line was close at 
hand in the black soot, which at least we could now touch. 
I considered buying the most isotopically pure 13 C graphite, 
but that would have been very expensive, and we had no 
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Fig. 22. Pan of the FAB mass spectrum of a deposit of arc-processed sooi 
oblained by Abdul- Sada on July 23rd. 1990 at Sussex. The calibration was off 
by 2 amu: however, the isotope pattern was convincing since the peaks are close 
to the intensity ratio 1.0U66/0.44 expected for ,J C e0 , u C,.. ll C,, ,J C : . 
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money anyway. The. problem of generating enough maierial 
for solid-state NMR from the scrapings of thin sooty films, 
seemed insurmountable, especially since it was so difficult to 
produce the films in the first place, let alone analyze them. 
We really needed another way to monitor the samples, so we 
tried Fast Atom Bombardment (FAB) mass spectrometry. 
Ala*a Abdul-Sada helped us. and finally we obtained the 
mass spectrum shown in'Figure 22. The signal containing the 
1J C satellites was really quite convincing, but ] wanted the 
result confirmed. The entry in Jonathan Hare's laboratory 
notebook oh July 26th. 1990 (Fig: 23 top. second sentence) 
epitomizes many of our problems and requires little further 
comment. 



The Red Solution 



ersl how much C 60 was being made in our experiments. 
The rough proportion which always seemed to arise was . 
< 1 10000 of the total amount of carbon. At this level, given 
the amount of soot available, only a supreme optimist' would 
attempt solvent extraction. Fortunately Hare is one — per- 
haps partly because he is a physicist working among 
chemists. On Friday. August 3rd Hare made up a mixture of 
the. soot and benzene in a small vial, which he set aside over 
the weekend (Fig. 23. second entry). When he came in on 
Monday morning (August 6th) he noted (Fig. 23. third en- 
try) that the solution looked- "slightly red(d)ish" (Fig. 24). 
The generation of a red solution from pure carbon was 
scarcely believable. Hare made more material during the 
next few days and attempted mass spectromeiric measure- 
ments on extracted material- for the first time on Thursday. 
August 9th (Fig. 23. fourth entry). 



During this period we had considered the properties of 
A .^6Q/AWhat..fonn..wpu.ld the compound take? Wo.ujd.it ,be,.a 4 , 
high-melting solid or a liquid? Would it be soluble? Benzene 
was an obvious solvent, since C 60 should look like benzene 
from every side (or at least from 20 sides). I remembered the 
little pink (or yellow) vial of liquid we used to talk about and 
wondered if the compound might even be volatile. In addi- 
tion I had often discussed (with Smalley. Rohlfing. and oth- 
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Fif. 23. Entries by Hare in his laboratory notebook: July 26lh. 1990: 




Fig. 24. Original reddish extract obtained on Monday, September 6th. 1990 
(set Fig. 23). 



About 10 o'clock the next morning (Friday, August 10th) 
1 received a telephone request from the journal Nature to 
referee a paper by the Heidelberg/Tucson, group which I 
accepted. I was totally unprepared for the bombshell which 
arrived minutes later by telefax. Following up their own 
earlier work, Kratschmer, Lamb, Fostiropoulos, and Huff- 
man had successfully sublimed from their carbon deposit a 
volatile brown material, which dissolved in benzene to give 
a RED SOLUTION (M!!!).' - " 1 Crystals obtained from this 
solution yielded X-ray and electron-diffraction data com- 
mensurate with material composed of arrays of spheroidal 
molecules 7 A in diameter separated by 3 A, just as expected 
for buckminsterfullerene. This beautiful paper even con- 
tained photographs of crystals. I was convinced that they 
had isolated C 60 , and we had been pipped at the post. Some- 
what stunned, I pondered our demise and faxed my report 
back to Nature after lunch. I recommended that the paper be 
published without delay and requested the editor to convey 
my sincere congratulations to Kxatschmer and his asso- 
ciates. 

This was what the British call a difficult moment, but as I 
slowly surveyed the damage 1 realized that all was not quite 
lost. It gradually dawned on me that there was not a single(!) 
NMR line to be seen in the manuscript (nor was there a mass 
spectrum. We later learned that they had the mass spectrum. 



sion in the manuscript. I At this point we had spent nearly a 
year. struggling independently learning how to make the arc- 
processed material: we had made our own soot, we had 
confirmed the presence of C 60 mass spectromeincally. and 
we had solvent-extracted the red materal— and all this before 
the manuscript arrived. 1 decided that we were not going to 
abandon our efforts now after we had. achieved alj this. We 
stillhad a lot going for us. and I thought we might be able 
to obtain the desired NMR result. However, now that the 
Heidelberg/Tucson study was essentially in the public do- 
main it would be transmitted around the world by telefax 
within hours. I. had studiously tried to avoid such situations 
in science— competition— all my life: my philosophy is to 
probe areas in which few others, preferably no one. work. 
That is where, it seems to me. the most unexpected discover- 
ies are likely to be made. 

We had to act very quickly if five years of effort were not 
to be completely in vain. A race must be on because the 
material was now so easy to make, and it could not be long 
before other groups, far better equipped than we. recognized 
that there was one last *xquisilEe ? pHa'-remaMngiil the'ftd'ry 
of the discovery- of C 60 — the NMR line. Our One - i>nuSe$i"< 
advantage was that Hare had already made a reasonable 
quantity of material, and that, at that moment, only the 
Heidelberg/Tucson group had any at all. We needed help and 
fast. Roger Taylor, an organic chemist, provided the desper- 
ately needed expertise: he separated the material quickly and 
efficiently. Since our mass spectrometer had broken down 
again, Hare rushed by train to Manchester with a sample of 
the precious extract. Numerous frantic telephone calls 
passed between Sussex and Manchester, because the sample 
refused to respond to analysis. Then with a key piece of 



fullerenes with 5b to 72 atoms were detected: in particular. 
C-„ was abundant. The whole family of fullerenes appeared 
to be present in the soot, not just C 60 ! 



C 60 is Magenta (Pink?) in Solution 

Taylor noted that the extract was soluble in hexane and 
recognized that he might be able to separate the fullerenes 
chromaiographically. To his delight he found that on an 
alumina column resolution into two bands, one red. the oth- 
er magenta.- could be achieved. The magenta fraction. 
(Fig. 26) was a delight to the eye in the delicacy of its color. 




Fig. 26. Chromatographic separation of the red extract by. Taylor resulted in a 
magenta C„ fraction (left) and a red C,„ friction (right). 
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Fig. 25. Pan of the FAB mass spectrum of the red extract which confirmed that 
it consisted mainly ofC,„ and C, 0 . The spectrum also indicates the presence of 
other fullerenes [72]. 



Its mass spectrum showed a peak at 720 amu, and we sent 
the sample to Tony Avent for NMR analysis. We were sum- 
moned to see our single line (Fig. 27). which Avent assured 
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advice from Taylor about solubility, the Manchester opera- 
tors (at Kratos) managed to dissolve the materia] in the FAB 
matrix and obtained the FABulous mass spectrum shown in 
Figure 25. It was hard to believe, but besides C 6n other 
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Fig. 27. The first NMR spectrum in which the C B0 resonance (at 6 =143 ppm) 
was firsl identified (barely). The strong line ai i = 128 ppm is (rather appropri- 
ately) the resonance of benzene. 



us was present. So this was ii: a line so small 1 needed a 
microscope to see it ! Could this insignificant little blip really ■ 
be the line I had dreamed about for five years? Further work 
confirmed beautifully that this was the result which we had 
sought for so long. 1 " 3 ) The joy alleviated almost all the de- 
spair I had first felt on reading the paper by Kratschmer 
et al. One might have thought, as some said, that 1 should 
have been pleased to have been proven right when so many 
had been sceptical. That was not my feeling, probably be- 
cause I had known ever since the recognition of C- 0 as the 
second magic fullerene' 51 ' thai our structure could not possi- 
bly be wrong. I know that my colleagues at Rice University 
also had no doubts. 

What about C, 0 ? It turned out to be the icing on the cake, 
although not without attendent trauma. The wine-red frac- 
tion which had masked the pale magenta of C 60 yielded a 
mass spectral peak at 840 amu and was clearly C 10 . Accord- 
ing to the expected structure (Fig. 15 right) this compound 
should exhibit a l3 C NMR spectrum with five lines. On Sun- 
day. September 2nd.- 1990 !• entered the laboratory, at , the. .■ 
same lime, as Avem who told ^mn -the. .C 1S JUSSSlOSfSl^Shta* 
should have just been completed. The spectrum we plotted 
was sensational — or almost so. There were indeed five lines, 
but one was in the same position as the C 60 peak. Could it 
be that one line was underneath the C 60 signal? After repeat- 
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Fig. 28. ' J C N M R spectra obtained from chromaiographed samples of soluble 
material extracted from arc-processed graphite: a (spectrum of purified C„ 0 
(magenta fraction I: bl mixed C„;C, B sample: c| spectrum of purified C-„ (red 
fraction! showing five lines as expected. for the symmetric egg-shaped molecule 
(sec Fig. 15]. 



ed chromatography to remove the last vestiges of C*,,. fur- 
ther NMR studies showed the fifth line to be rather different 
from the others. The resonance of the ten atoms in ihe waist- 

.(Fig. 28 c | is more "benzenoid" than ihe other four reso- 
nances. Indeed this line lies dangerously close to the ben- 
zene solvent line: had it been a little closer to the benzene 
signal it would have been swamped and missed altogether. In 
many ways the five lines of C, 0 are (arguably) more impor- 
tant and significant than the C 60 singlet. For one thing, they 
confirm that fullerene carbon atoms are not fluxional: for 
another, they show that the atoms are not-on the perimeter 
of a monocyclic ring. Both of these cases would lead to a 
spectrum with a single resonance. Even more important was 

'the fact that the NMR results confirmed the family concept 
for fullerene cages. It was now clear that a host of stable 
fullerenes were just waiting lo bediscovered. as we had long 
suspected. |S3 ' 



"The Tbird Man" is .95 Elusive as Ever in Space 

The elusiveness of C 60 and my belief that it has been lurk- 
ing in that blackest of black materials, soot, since time im- 
memorial often reminded me of the role played by Orson 
Welles in the film "The Third Man". The spirit of this anti- 
hero pervades the whole movie although he is seldom seen. 
Indeed he makes his first appearance late on in the movie in 
the black shadows of a dark street in Vienna when his face 
is suddenly illuminated by a light being switched on. For five 
years C 60 played a very similar shadowy role — at least as far 
as I was concerned. My part in the buckminsterfullerene 
story really started out in space, and this celestial sphere has 
come down to earth with more of a bounce than a bump; but 
will it bound back up into space? Is this third form of carbon 
distributed ubiquitously in space as we surmised the day we 
found it in the laboratory? 1 *" Now that.we know something 
about fullerene-60. we should be able to study all its optical 
properties. It is clear that the UV radiation density in the 
optically observable interstellar medium is such that the spe- 
cies will be ionized. 113 ' The possible existence of encapsulat- 
ed complex ions 1731 * 1 is quite interesting. However, even 
with buckminsterfullerene in our hands, we find that this 
"third man" is as elusive as he ever was in the space between 
the stars. Perhaps'the interstellar form is related to protonat- 
ed carbon monoxide.(HCO"). which Bill Klemperer identi- 
fied about 20 years ago." 71 If there are any C,, 0 molecules in 
space there can be little doubt that most will have a proton 
or some other atom adhering to their surface.' 7 * 1 C 60 H* 
could probably survive for eons. Other abundant elements, 
particularly a|lkali and alkaline-earth metals, must also stick 
to the surface. Such species will have fascinating optical 
spectra. For instance, the energy and wavelength of the 
charge-transfer transition (C 6 + 0 )X - (C 60 )X* can be estimat- 
ed to a first approximation as simply the difference between 
the ionization potentials or the separated species. For 
(QoH)* this transition lies at about 2200 A. For (C,, 0 Na)* 
and (C h0 K)* the transitions lie in the region of the Diffuse 
Interstellar Bands' 33 ' and for (C 60 Mg)* near zero frequen, 
cy(!) These observations imply that this and related species 
will have unusual electrical properties. These processes are 
probably related to the recently observed superconductivity 



or metal-doped fullerene-60 materials. 1 " 51 This conjecture is 
supported by an important new result which comes not Crom 
work with bulk material but from cluster-beam studies by 
McElvaney and Callahan. 11 '' 1 They found that the gas-phase 
proton affinity of C B0 is similar to that of ammonia— a re- 
markable result! I like to put my trust in intuition: when all 
else fails it is. after all. our only guide: It is curious to note 
that some important spectral features of space (the Diffuse 
Bands) have been visible for decades, yet we do not know 
what causes them. Now we have discovered that an unex- 
pected molecule. C 60 . has been under' our noses on earth 
since time immemorial and was invisible until now. It seems 
to me highly likely that these two observations will turn out 
to be connected. 



Epilogue 

Since the time that graphite balloons and C 60 were twin- 
. .kles in.thceyes-of David Jones. Eiji.Osa.w.a,^nd.aj;ew.,Q[hcr. 
Imaginative scientists.' 42 '* 1 ^'^then^yc^nM^si^ 
nificant contributions, both experimental and theoretical, to ' 
the first chapter of the buckminsterfullerene story which has 
just been completed. These have recently been comprehen- 
sively reviewed.'"' Figure 12 shows the Rice/Sussex team 
and Figure 29. the Sussex Buckaneers. These two teams to- 
gether with the Heidelberg/Tucson team scored many of the 
goals in the football match which has just ended. Many new 
teams have now started to play an exciting, but different, ball 
game. The important difference is that the players can now 
see what they are kicking. 
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Fig. 29. The Sussex Buckaneers football team. From left: Kroio. Abdul-Sada 
Taylor. Hare.- and Walton. 



Apart from the successful observation of the "lone" NMR 
line, two other matters give me a sense of deep pleasure: one 
was the beautiful color of C«, 0 and. furthermore, that it was 
seen first at Sussex. The second was that apparently no one 
else appeared to have followed up the early IR results ob- 
tained by the group from Heidelberg and Tucson (September 
1989). In retrospect I find this astounding; perhaps it was 
because the work appeared in the astronomy literature, but 
more likely it was because research today is carried out under 



such pressure, and our fear of failure is so great (and exacer- 
bated by funding procedures). Few groups enjoy the luxury 
of working in the dark— a condition which I feel lies at the 
heart of true scientific endeavor. I have a videotape of a 
marvellous BBC documentary on Richard Feynman (the 
greatest lecturer I had ever heard) from the series "Horizon". 
In one pan he talks on essentially this topic. This 50 minute 
program had the most profound effect on me. At one point 
. Feynmann described how. when he was hired at Cornell. 
Bob Wilson had told him that it was the university's respon- 
sibility whether he accomplished anything— it was their 
risk(!) h was not for Feynman to worry abouu he should 
amuse himself. In this way he was freed from the psycholog- 
ical burden of doing anything "important", and he was able, 
to relax and do what he most enjoyed — physics and mathe- 
matics—just for the fun of it. How lucky he was. I know of 
few professional scientists today, certainly no young ones, 
who are in such a Utopian scientific environment. What a sad 
reflection on today's research, especially since we know in 
•^iGiJrJtsarK. !hai : tessi2&.fccsr.gs achieve sr.ost when they are 
^w^f.Drp.ssure. We know .-'-.ha?, small children learn and dis- - 
cover the joys of nature most efficiently during their play. 

News of the breakthroughs spread like wildfire during 
September 1990, and the method of production developed 
by the Heidelberg/Tucson group was immediately improved 
upon' 781 at Rice University. As soon as it was known that 
fullerenes are chromalographically separable and that solu- 
tion NMR is feasible, other groups confirmed these mea- 
surements.' 1980 ' Don Huffman remarked laconically at a 
recent symposium, "Everyone is able to repeat these experi- 
ments". 

A new postbuckminsterfullerene world of round organic 
chemistry and materials science has been discovered 
overnight. Almost every day a new paper appears on some 
novel aspect of fullerene behavior. The group from Rice 
University has shown that C 60 forms species such as 
C 60 H 36 . P81 Hawkins el al. have made an osmium complex in ' 
which the spinning of the fullerene ball is stopped and has 
enabled accurate bond lengths to be determined.' 8 " NMR 
studies by Yannoni et al. have also yielded accurate bond 
lengths.' 821 The radical anion has been polymethylated by 
Olah's group;' 83 ' platinum complexes have been prepared at 
DuPont.' 8 * 1 At AT&T it has been found that the metal- 
doped material now holds the temperature record for molec- 
ular superconductivity.' 151 Fascinating differences in the 
crystal structure of C 60 have been found. which depend upon 
how the crystals are produced.' 711 Foote and co-workers at 
UCLA have shown that C t0 transfers light energy efficiently 
to generate singlet oxygen.' 851 Diederich, Whetten, and co- 
workers have evidence for oxides such as C, 0 O. 1861 C 60 is 
decomposed by light under circumstances which still need to 
be fully identified.' 811 Also interesting is the fact that more 
fullerenes. such as C 16 and C 81 , are being extracted and 
characterized.' 861 The fullerene family has arrived in force, 
and there are balls of all shapes and sizes for everyone to play 
with. 

This advance is an achievement of fundamental science, 
not applied science, and serves as a timely reminder that 
fundamental science can achieve results of importance for 
strategic and appiied areas. The origin of the whole program 
lay in an interest .in aspects of molecular dynamics, allied 



with the quest for an understanding of the orion of the 
carbon chains in space and their possible relationship to 
circumstellar and interstellar grains.as well as soot.'" These 
ideas welded together beautifully with the major advance in 
cluster science brought about by the experimental techniques 
developed by Smalley and co-workers at Rice University 
Kratschmer and Huffman and co-workers were originallv 
motivated by an interest in space dust and. in their recent 
breakthrough, by astrophysical implications of C 60 . The C 
story has many facets, but more than anything else it is yet 
another archetypal lesson on the benef.ts to be gained by 
supponmg pure fundamental science. The field has explod- - 
ed and its apphcations in chemistry and the science of mate- 
rials are only just starting to be explored. Finally ii is worth 

■ notmg that C 60 might have been detected 20-40 years ago 

■ perhaps in a sooting flame; one wonders why it took so long." 

Another lesion may be learned from these acknowledge- 
ments. Imponani contributions were made in research pro- 
grams at the University of Sussex (Brighton. UK) the Na- 

.,. T X"^. Council (pttaw CanadaL-Jiice University .-, 

~ TTrl USA> - ' he Max -Pl^k-lns,i,u, fur Kern- 

■physik ( Heidelberg. Germany) and the University of Arizona ' 
(Tucson. USA). The discovery ofC b0 is a tribute to not only 
the international nature of science but also the necessit y of 
interdisciplinary cooperation. The contribution from the Uni- 
versity of Sussex to the story started as a consequence of the 
Chemistry by Thesis" degree course initiated by Colin Ea- 
oorn, wnich enabled undergraduates (such as Anthony Alex- 
ander ) to carry oul research with supervisors from more than 
one field. It could only have been successful in the interdiscipli- 
nary scientific research and leaching environment which the 
university pioneered when Sussex was founded in the -opti- 
mistic 60s^ . Sadly this and other courses have been -regulat- 
ed out of existence by bureaucrats who have little understand- 
mg ofhow student research expertise is brought to maturity 
and no a „ areness o/the d i re . conseguencesfor our fmwe ^ 
nfu z capability. The first part the story could also no, have been 
thieved had chemistry at Sussex been divided into those tradi- 
tional subsections of organic, inorganic, and physical chem- " 
•stry. J also had close contacts with astronomers at Sussex 
particularly Bill McCrea and Robert Smith. The carbon dis- 
coveries resulted from a free-wheeling research program which 
sorted with synthetic chemistry (with David Walton. Anthony 
Alexander, and Colin Kirby) and moved via spectroscopy and 
quantum mechanics to radioastronomy (with Takeshi' Oka 
Lome Avery. Norm Broten. and John MacLeod at theNRC)' 
It moved back to the laboratory and chemical physics (with - 
Jtm Heath. Sean O 'Brien. Bob Curl, and Rick Smalley at Rice 
University). In the last phase, key advice came from Michael 
Jura (an astronomer) which initiated some basic chemistry 
(with Jonathan Hare. Ami, Sarkar. Ala a Abdul Sada Roger 
Taylor and David Walton). Apart from those mentioned in the . 
lex, who played direcl (and sometimes crucial pans) such as 
Steve Wood of British Gas. I also acknowledge greatly the help 
0/ many others who played indirect parts, particularly gradu- 
ate students and post-doctoral fellows as well as colleagues 
such as Tony Stace. Roger Suffolk, and Mike Lappert. Finally 
I wish to, hank Ed Wassermanfor some invaluable advice and 
David Walton in particular for his unfailing help throughout 
i he period of this story and his painstaking assistance in 
preparing this account. 
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Duriag experiments aimed il understanding the mechaoisms by 
which long-chain carboo molecules are formed in interstellar space 
and circumstellar shells 1 , graphite has beeo «aporized by laser 
irradiation, producing a remarkably stable cluster consisting of 
60 carboo atoms. Concerning the Question of whit kind of 60- 
cirbo* atom structure might give rise to a super-stable specie*, wt 
suggest a truncated icosahedron, a polygon with 60 vertices and 
32 faces* 12 of which are pentagonal tod 20 hexagonal. This- object - 
is commonly encountered as the football shown in Fig. 1. The C M 
molecule which results when a carboo atom is placed at cacb vertex 
of this structure has all valences satisfied by mo single boods and 
ooc double bond, has many resonance, structures, and appears to .. 
be aromatic. 

The technique used to produce and delect this unusual 
molecule involves the vaporization of carbon species from the 
surface of a solid disk of graphite into a high-density helium 
flow, using a focused pulsed laser. The vaporization laser was 
the second harmonic of Q-switched Nd:YAG producing pulse 
energies of — 30 mJ. The resulting carbon clusters were capanded 
in a supersonic molecular beam, photoionized using an excimer 

"laser,- arid 'detected -by time-of-flight mass .spectrometry. -'The- tv 
vaporization chamber is shown in Fig. 2. In the experiment the 

"pulsed valve wlj opened* first and then the vaponzation laser . 
was fired after a precisely controlled delay. Carbon species were 
vaporized into the helium stream, cooled and partially equili- 
brated in the expansion, and travelled in the resulting molecular 

.beam to the ionization region. The clusters were ionized by 
direct one-photon excitation with a carefully synchronized 
excimer laser pulse. The apparatus has been fully described 
previously*" 5 . 

The vaporization of carbon has been studied previously in a 
very similar apparatus*. In that work clusters of up to 190 carbon 
atoms were observed and it was noted that for clusters of more 
than 40 atoms, only those containing an even number of atoms 
were observcd.'In the mass spectra displayed in ref. 6, the C M 
peak is the largest for cluster sizes of >40 atoms, but it is not 
completely dominant. We have recently re-examined this system 
and found that under certain clustering conditions the C M peak * 
.can be made about 40 times larger than neighbouring clusters: 

Figure 3 shows a scries of cluster distributions resulting from 
variations in the vaporization conditions evolving from a cluster . 
distribution similar to thai observed in ref. 3, to one in which 
C*, is totally dominant. In Fig. 3c, where the firing of the vaporiz- 
ation laser was delayed until most of the He pulse had passed, 
a roughly gaussian distribution of large, even-numbered clusters 
with 38-120 atoms resulted. The C M peak was largest but not 
dominant. In Pig. 3b, the vaporization laser was fired at the time 
of maximum helium density; the C M peak grew into a feature 
perhaps five times stronger than its neighbours, with the excep- 
tion of Cvo- In Fig. 3 a,- the conditions were similar to those in 
Fig. 3 b but in addition the integrating cup depicted in Fig. 2 
was added to increase the time between vaporization and 
expansion. The resulting cluster distribution is completely domi- 
nated by Cm, in fact more than 50% of the total targe cluster 
abundance is accounted for by C«o; the C*, peak has diminished 
.in relative intensity compared with C*,, but remains rather 
prominent, accounting for — 5% of the large cluster population. 

Our rationalization of these results is that in the laser vaporiz- 
ation, fragments arc lorn from the surface as pieces of the planar 
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graphite fused six-mcmbered ring structure. We believe thai the 
distribution in Fig. 3r is fairly representative of the nascent 
'distribution of larger ring, fragments. VVhen these hot ring clusters 
arc left in contact- with high-densit\ helium, the clusters equili- 
brate by two- and three-body collisions towards the most stable 
species, which appears to be i unique cluster containing 60 
atoms. 

When one thinks in terms of lhe many fused -ring isomers 
with unsatisfied valences at the edges that would naturally arise 
from a graphite fragmentation, this result seems impossible: 
there is not much to choose between such isomers in terms of 
stability. If one tries to shift to a tetrahedrat diamond structure, 
the entire surface of the cluster will be covered' with unsatisfied 
valences. Thus a search was made for some other plausible 
structure which would satisfy all sp" valences. Only a spheroidal 
structure appears likely to satisfy this criterion, and thus Buck- 
minster Fuller^ studies .were consulted for. «xarnpU ; .n»£... 
7). An unusually beautiful (and probably unique) choice is the 
truncated icosahedron depicted in Fig. I. As mentioned abene 
all valences are satisfied with this structure, and the molecule 
appears to be aromatic. The structure has the symmetry of the 
icosahedral group. The inner and outer surfaces are covered 
with a sea of v electrons. The diameter of this C^o molecule is 
-7 A, providing an inner cavity which appears to be capable 
of holding a variety of atoms'. 

Assuming that our somewhat speculative structure is correct, 
there are a number of important ramifications arising from the 
existence of such a species. Because of its stability when formed 
under the most violent conditions, it may be widely distributed 
in the Universe. For example, il may be a major constituent of 
circumstellar shells with high carbon content. It is a feasible 
constituent of interstellar dust and a possible major site for 
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Fit. 2 Schematic diagram of the pulsed supersonic nozzle used 
to generate carbon cluster beams. Thr integrating cup can br 
removed *i the 'indicatrd line. The' \aponzanon laser beam 1 30- 
40 mJ at 332 nm in a Sns pulse) is focused through Ihc noizlt. 
striking a graphite disk » hich is routed jtowlv to produce a smooth 
vaporization surface. The pulsed nozzle passes high-density helium 
over this vaporization zone. This helium carrier gas provides the 
ihermalizing collisions necessary to cool, react and cluster -the 
species in the vaporized graphite plasma, and lhe wind nccessar> 
to carry the cluster products through the remainder of the nozzle 
Free expansion of ibis duster-laden fai ai the end of the nozzle 
forms a supersonic beam »hich is probed 1.3 m downstream with 
a lime-of-flif ht mass *pecuomeier. 
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Fig. 3. Timt-of-flig hi mui spectra of carbon dusters prepared by 
^cte^.-va^ofuauctR -of i-flpftiic aod iixslctf in a . supersonic -beam.- 
lontuiion was cflcned by direct one-photon cxdiatron with an 
ArF excimer laser (6.4 eV, 1 mJ em* 1 ). The three spectra shown 
diflcr in the exieni of helium collisions occurring in the lupenonic 
nozzle. In c, the cflcctive helium density over the graphite Uriel 
. was less than 10 ton— (he observed duster distribution here is 
believed to be due simply to pieces of the graphite sheet ejected 
in the primary vaporization process. The spectrum in b was 
obtained when roughly 760 ton helium was present over the 
graphite target at the lime of laser vsporization. The enhancement 
of Cm and Cfo is believed to be due to gas-phase reactions at these 
higher clustering conditions. The spectrum in a was obtained by 
maximizing these cluster thcrmalizauoh and cluster-duster reac- 
tions in the 'integration cup* shown in Ftg. 2. The concentration 
of duster species in the especially stable Cm form is the prime 
experimental observation of this study. 



surface-catalysed chemical processes which lead to the forma, 
lion of interstellar molecules. Even more speculatively, C« 
or a derivative might -be the carrier of ihe difluse interstellar 
lines*. 

If a large-scale synthetic route to this C«o species can be found, 
the chemical and practical value of the substance may prove 
extremely high. One can readily conceive of C M derivatives of 
many kinds— such as C M ' transition metal compounds, for 
example, C^Fe or halogenaicd species like C M F M which might 
be a super-lubricant. Wc also have evidence that an atom (such 
as lanthanum 1 and oxygen 1 ) can be placed in the interior, 
producing molecules which may exhibit unusual properties. For 
example, the chemical shift in the NMR of the central atom 
should be remarkable because of the ring currents. If stable in 
macroscopic, condensed phases, this C« species would provide 
a topological^ novel aromatic nucleus for new branches of 
organic and inorganic chemistry. Finally, this especially stable 
and symmetrical carbon structure provides a possible catalyst 
and/or intermediate to be considered in modelling prebiotic 
chemistry. 

We are disturbed at the number of letters and syllables in the. 
rather fanciful but highly appropriate name we have chosen in 
Ihe title to refer to this C«o species. For such a unique and 
centrally important molecular structure, a more concise name 
would be useful. A number of alternatives come to mind (for 
example, ballcnc* sphcrcne, soccerene, carbosoccer), but we 
prefer to let this issue of nomenclature be sealed by consensus. 
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A new form of pure, solid carbon has been syn- 
thesized consisting of a somewhat disordered 
hexagonal close packing of soccer-ball-shaped Cgo 
molecules. Infrared spectra and X-ray diffraction 
studies of the molecular packing confirm that the 
molecules have the anticipated 'fullerene' struc- 
ture. Mass spectroscopy shows that . the C 70 
molecule is present at levels of a few per cent. 
The solid-state and molecular properties of Ceo 
-and its- possible ?ofe in TnteYsf eWlsp'ade' ca'PTflSw'- 
be studied in detail. 

Following the observation that even-numbered clusters of 
carbon atoms in the range C 30 -C IO o are present in carbon 
vapour 1 , conditions were found 2 "'' for which the C^, molecule 
could be made dominant in the large-mass fraction of vapourized 
graphite. To explain the stability of the molecule, a model was 
proposed of an elegant structure in which the carbon atoms are 
arranged at the 60 vertices of a truncated icosahedron, typified 
by a soccer ball. The structure, dubbed buckminsterfullerene 2 
because of its geodesic nature, has been the subject of several 
theoretical stability tests 3,6 and has been discussed widely in the 
literature. Calculations of many physical properties have been 
made, including electron energies , the optical spectrum*, 
vibrational modes 10-15 , and the electric and magnetic 
properties 16 ". There has been speculation on the possible 
chemical and industrial uses of C w (ref. 2 j, and on its importance 
in asirophysical environments '"" Ju . Until now, it has not been 
possible to produce sufficient quantities of the material to permit 
measurement of the physical properties, to test the theoretical 
calculations, or to evaluate the possible applications. 

Some of us have recently reported evidence 11 -" for the pres- 
ence of the C N , molecule in soot condensed from evaporated 
graphite. The identification was based primarily on the observed 
isotope shifts of the infrared absorptions when l3 C was replaced 
by C, and on comparison of the observed features with theoreti- 
cal predictions. The measured infrared and ultraviolet absorp- 
tion bands were superimposed on a rather large continuum 
background absorption from the graphitic carbon which com- 
prised &95% of. the sample. Here we report how to extract the 
carrier of the features from the soot, how to purify it, and 
evidence that the material obtained is in fact primarily C«,. - 

Method of production 

The starting material for our process is pure graphitic carbon 
soot (referred to below as simply soot) with a few per cent by 
weight of C M molecules, as described in refs 21 , 22. It is produced 
by evaporating graphite electrodes in an atmosphere of 
-lOOtorr of helium. The resulting black soot is gently scraped 
from the collecting surfaces inside the evaporation chamber and 
dispersed in benzene. The material giving rise to the spectral 
features attributed to C M dissolves to produce a wine-red -to 
brown liquid, depending on the concentration. The liquid is 
then separated from the soot and dried using gentle heat, leaving 
a residue of dark brown to black crystalline material. Other 
non-polar solvents, such as carbon disulphide and carbon tetra- 
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FIG. 1 Transmission micrograph of typical crystals of the Cgo showing thin 
platelets, rods and stars of hexagonal symmetry. 

ceniranon procedure is to heat the soot to 400 "C in a vacuum 
or in an inert atmosphere, thus subliming the C M out of. the 
soot (W. Schmidt, persona] communication). The sublimed coat- 
ings are brown to grey, depending on the thickness. The refrac- 
tive index in the near-infrared and visible is about two. To purify 
the material, we recommend removing the ubiquitous hydrocar- 
bons before the concentration procedure is applied (for example, 
by washing the initial soot with ether). Thin films and powder 
samples of the new material can be handled without special 
precautions and seem to be stable in air for at least several . 
weeks, although there does seem to be some deterioration with 
lime for reasons that are as yet unclear. The material can be 
sublimed repeatedly without decomposition. Using the 
apparatus described, one person can produce of the order of 
100 mg of the purified material in a day. 

Studies by optical- microscopy of the material left after 
evaporating the benzene show a variety of what appear to be 
crystals — mainly rods, platelets and star-like flakes. Figure 1 
shows a micrograph of such an assemblage. All crystals tend to 
exhibit six-fold symmetry. In transmitted light they appear red 
to brown in colour, in reflected light the larger crystals have a 
metallic appearance whereas the platelets show interference 
colours. The platelets can be rather thin and are thus ideally 
suited for electron-diffraction studies in an electron microscope 
(see the inset in Fig. 3). 

Mass spectroscopy 

The material has been analysed by mass spectrometry at several 
facilities. All mass spectra have a strong peak at mass 720 a.m.u., 
the mass of C 60 - Significant differences in the spectra occur only 
at masses lower than 300 a.m.u. Most of these differences seem 
to originate from the different ionization techniques and in the 
different methods of desorbing molecules from the sample. Mass 
spectra recorded at low and high resolution are shown in Fig. 
2. The spectra were obtained using a time-of-flight secondary-ion 
mass spectrometer 23 and a Ceo-coated stainless-steel plate. In 
the mass range above 300 a.m.u., the spectrum is dominated by 
C 60 ions and its fragments (even-numbered clusters of atomic 
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FIG. 2 Low-resolution (top) and high-resolution time-of -flight 
mass spectra of positive ions obtained from coatings of solid 
Ceo. A 5-keV Ar* ion beam 'was used to sputter and ionize 
the sample. The isotope pattern (bottom) is approximately 
that expected for.Ceo molecules- composed of "C and "C 
isotopes of natural abundance. . 



- —0.1. The high-fesolution'mass spectrum shows approximately 
.,^^ e -? x P c ,P^ isotope pattcrri /or C^,. The increasing: background- 
in the low-resolution mass spcarum is not produced by the 
sample— such backgrounds also occur in blank measurements 
on uncoated stainless-steel substrates. 

So far, the cleanest mass spectra have been obtained when 
the material was evaporated and ionized in the vapour phase 
by electrons. In such spectra the low-mass background is sub- 
. stantially reduced and theentire mass spectrum is dominated 
by Qo ions and its fragments. The ratio of C,„ to in these 
mass spectra is -0.02 and seems to be smaller than that shown 
in Fig. 2. Both ratios are of the order of those reported from 
laser-evaporation experiments 2 - 5 . We assume, as previously sug- 
gested , that the C 70 moJecule also has a closed-cage structure, 
either elongated 24 or nearly spherical 25 . Further details of the 
mass spectroscopy of the new material will be published else- 
where. 

Structure 

To determine if the C M molecules form a regular lattice, we 
performed electron and X-ray diffraction studies on the 
individual crystals and on the powder. A typical X-ray diffrac- 
tion pattern of the C»o powder is shown in Fig. 3. To aid in 
comparing the electron diffraction results with the X-ray results 
we have inset the electron diffraction pattern in Fig. 3. From 
the hexagonal array of diffraction spots indexed as shown in 
the 6gure, a d spacing of 8.7 A was deduced corresponding to 
the (100) reciprocal lattice vector of a hexagonal lattice. .The 
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(110) spot of the electron diffraction pattern, which gives a 
spacing of ~5.0 A. Assuming that the C«) molecules are behav- 
ing approximately as spheres stacked in a hexagonal close- 
packed lattice with a c/a ratio of 1.633, d spacings can be 
calculated. The results are shown in Table 1. The values derived 
from this interpretation are a = 10.02 A and c= 16.36 A. The 
nearest-neighbour distance is thus 10.02 A. For such a crystal 
structure the density is calculated to be 1.678 gem -3 , which is 
consistent with the value of 1.65 ±0.05 g cm" 3 determined by 
suspending crystal samples in aqueous GaCIj solutions of 
known densities. Although the agreement shown in Table 1 is 
good, the absence of the characteristically strong (101) diffrac- 
tion of the hexagonal close-packed structure, and the broad 
continuum in certain regions suggest that the order .is less than 
perfect. Further, X-ray diffraction patterns from carefully grown 
crystals up to 500 u.m in size with well developed faces yielded 
no clear spot pattern (in contrast to the electron diffraction 
pattern on micrometre-sized crystals). It therefore appears that 
these larger crystals do not exhibit long-range periodicity in all 
directions. 

A likely explanation for these facts lies in the disordered 
stacking of the molecules in planes normal to the c axis. It is 
well known that the positions taken by spheres in the third layer 
of slacking determines which of the close-packed structures 
occurs, the stacking arrangement in a face-centred cubic struc- 
ture being ABGABC . . . whereas that in a hexagonal close- 
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FIG. 3 X-ray diffraction pattern of a microcrystalline powder 
of Cgo. Inset (upper left) is a single-crystal electron diffraction 
pattern indexed with Miller indices compatible with the X-ray 
pattern. The pattern is from a thin platelet such as those in 
Fig. 1 with the electron beam perpendicular to the flat face. 
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TABLE .1 . X-ray diffraction results 





Measured. 
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(A) 


(r*/) 


10.2 shoulder 


8.7 


8.68 


(100) 


10.81 


8.18 


8.18 


(002) 


17.69 




7.68 


(101) 


5.01 


5.01 


(110) 


.20.73 


4.28 


4.28 


(112) 


21.63 


4.11 


4.09 -. 


(004) 


28.1 


3.18 


3.17 


(114) 


-30.8 


2.90 


2.90 


(300) 


32.7 


2.74 


2.73 


(006) 



Assignments for a hexagonal lattice using a = 10.02 A. e>=16.36A 

^ packed structure is ABABAB . . . If the stacking sequence varies, 
the X-ray lines owing to certain planes will be broadened by 
the disorder whereas other lines will remain sharp. Such disor- 
crystalline, behaviour, was .observed long ago ,in-.tbe. 
hexagonal close-packed structure of cobalt 36 .- 2 " where X-ray " 

•**~ttfiPae3Sn lines su'cfi as (101). (102) and (202) were fou'ncftcf ' 
be substantially broadened by the stacking disorder. Reflections 
from planes such as (002) remain sharp because these planes 
have identical spacings in the face-centred cubic and hexagonal 
close-packed structures. For the planes producing broadened 
diffraction peaks because of this kind of disorder, the following 
condition for the Miller indices {hkl) has been shown to 
apply h - k = 3r ± ] (where t is an integer) and / * 0. None 
of these broadened reflections are apparent in the X-ray pattern 
Of Fig. 3. This may explain the weakness of the characteristically 
strong ( 101) peak. Whether or not this stacking disorder is 
related to the presence of the possibly elongated C, 0 molecule 
has yet to be determined. 

In small crystals at least, the Cy, molecules seem to assemble 
themselves into a somewhat ordered array as if they are 
effectively spherical, which is entirely consistent with the 
hypothesis that they are shaped like soccer balls. The excess 
between the nearest-neighbour distance (10.02 A), and the 
diameter calculated for the carbon cage itself (7.1 A) must 
represent the effective van der Waals diameter set by the repul- 
sion of the it electron clouds extending outward from each 
carbon atom. Because the van der Waals diameter of carbon is 
usually considered to be 3.3-3.4 A the packing seems a little 

• tighter than one might expect for soccer-ball-shaped Cm, 

./ molecules. The reason for this has not yet been determined. 
In summary, our diffraction data imply that the substance 
isolated is at least partially crystalline. The inferred lattice con- 
stants, when interpreted in terms of close-packed icosahedral 
.Qo, yield a density consistent with the measured value. Further 
evidence that the molecules are indeed buckminsterfullerene 
and that the solid primarily consists of these molecules comes 
from the spectroscopic results. 

Spectroscopy 

The absorption spectra of the graphitic soot 31,25 showed 
evidence for the presence of C«, in macroscopic quantities. 
Following the purification steps described above the material 
can be studied spectroscopically with the assurance that the 
spectra are dominated by C^, with some possible effects from 
C 70 . Samples were prepared for spectroscopy by subliming pure 
material onto transparent substrates for transmission measure- 
ments. Depending on the pressure of helium in the sublimation 
chamber, the nature of the coatings can range from uniform 
films (at high vacuum) to coatings of C M smoke (sub-micrometre 
microcrystalline panicles of solid C«,) with the panicle size 
depending to some extent on the pressure. 

Figure 4 shows the transmission spectrum of an -2-u.m-thick 
Cm, coating on a silicon substrate. The infrared bands arc at the 
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FIG. 4 Infrared absorption spectrum of a coating. -2 (im thick, of solid C w 
on a silicon substrate, referenced to a clean silicon substrate. Apparent 
negative absorptions are due to the coating acting in part as a non-reflecting. 

.layer.^-...;, * . j^t OT; .^- M : ! ^. .. , 

intense.lines at 1,429, 1,183, 577 and 528 cm"'; here, however, 
there is no underlying continuum remaining from the soot. In 
many of our early attempts to obtain pure C«,, there was a 
strong band in the vicinity of 3.0 u.m, which is characteristic of 
a CH-stretching mode. After much effort this contaminant was 
successfully removed by washing the soot with ether and using 
distilled benzene in the extraction. The spectrum in Fig. 4 was 
obtained when the material cleaned in such a manner was 
sublimed under vacuum onto the substrate. The spectrum shows 
very little indication of CH impurities. Vibrational modes to 
compare with the measured positions of the four strong bands 
have been calculated by several workers 10 " 13 . As noted pre- 
viously, the presence of only four strong bands is expected for 
the free, truncated icosahedral molecule with its unusually high 
symmetry. Also present are a number of other weak infrared 
lines which may be due to other causes, among which may be 
absorption by the C 70 molecule or symmetry-breaking produced 
(for- example) by isotopes other than 1J C in the C^ molecule 
or by mutual interaction of the C M molecules in the solid. 
Weaker features at -2,330 and 2,190 cm" 1 , located in the vicinity 
of the free C0 2 and CO stretching modes, may imply some 
attachment of the CO : or CO to. a small fraction of the total 
number of C M molecules. Another notable feature is the peak 
at 675 cm" 1 , which is weak in the thin-film substrates but almost 
as strong as the four main features in the crystals. We suspect 
that this vibrational mode may be of solid state rather than 
molecular origin. 
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FIG. 5 Visible-ultraviolet absorption spectra of two thicknesses of solid C^, 
on quartz. The calculated 5 positions and relative oscillator strengths for 



Figure 5 shows an absorption spectrum taken on a uniform 
film coated on a quartz glass substrate. The ultraviolet features 
are no longer obscured by the graphitic carbon background as 
in our previous spectra 23 . Broad peaks at 216, 264 and 339 nm 
dominate the spectra. Weaker structures show up in the visible, 
including a plateau between -460 and 500 nm and a small peak 
near 625 nm. At the bottom or Fig. 5 we have shown positions 
and relative oscillator strengths taken from Larsson, Volosov 
and Rosen' calculated for the C M molecule. They also reported 
a variety of forbidden bands with the lowest energy ones in the 
vicinity of 500 nm. There seems to be a rough correspondence 
between our measurements on solid films and the allowed transi- 

- tions predicted for the molecule. The possibility exists, however, 
that one or more of the absorption features shown in Fig. 5 are 
due to C, 0 . We still do not observe a band at 386 nm in our 
films, as observed 30 using a laser depletion spectroscopy method 
and attributed to the C M molecule. Quite similar spectra to that 
in Fig. 5 have been recorded for microcrystalline coatings 
deposited at helium pressures of lOOtorr, for example, the 
peaks occur at the slightly shifted positions of 219, 268 and 

345 nm. . . . - 

n^.^o.s^jla.le-interstellar dust - 

The original stimulus for the work 3 that led to the hypothesis 
of the soccer-ball-shaped C M molecule, buckminsterfullerene, 
was an interest in certain unexplained features in the absorption 
and emission spectra of interstellar matter. These include an 
intense absorption band at 217 nm which has long been 
attributed to small panicles of graphite 31 , a group of unidentified 
interstellar absorption bands in the visible that have defied 



explanation for more than 70 years 3,;33 , and several strong 
emission bands attributed to polycyclic aromatic 
hydrocarbons 3 • 34 . Based on the visible and infrared absorption 
spectra of Figs 4 and 5, we do not see any obvious matches with 

the interstellar features. The ultraviolet band at 216-219 nm has 
a similar peak wavelength to an interstellar feature, although 
the other strong bands of the spectrum have no interstellar 
counterparts. As the influence of C 7n absorptions on the spec- 
trum is not yet known, a conclusive comparison with the 217-nm 
interstellar band is difficult. We note that the visible-ultraviolet 
spectrum presented here is characteristic of a solid, rather than 
of free molecules. In addition, these new results do not relate 
directly to absorption in the free C^, molecular ion, which has >. 
been envisaged" to explain the diffuse interstellar bands. 
Nevertheless, these data should now provide guidance for poss- > • 
ible infrared detection of the C M molecule, if it is indeed as • > 
ubiquitous in the cosmos as some have supposed. 

Summary « J 

To our method for producing macroscopic quantities of C M , 
,.we ha vended* method for concentrating it in pure solid form! 

,,. .A n ?!y se .s :J.^slv.dj.^s.^w^.v^pfi^3. ^ p■5 c 3 : ^py:!■•. >jife.*a(i spsstroscopy. 

elenron diffraction and X-ray diffraction leave little doubt that 
we have produced a solid material that apparently has not been 
reported previously. We call the solid fullerite as a simple 
extension of the shortened term fullcrene, which has been 
applied to the'iarge cage-shaped molecules typified by buckmin- 
sterfullererie (Qo). The various physical and chemical properties 
of C M can now be measured and speculations concerning its 
potential uses can be tested. \j 



Received 7 August: accepted 7 Seplemoer 1990. 

1. Rcrttng. E. A. Cor. D. M 4 Kaldot. a. j ehem. Phys. 81. 3322-3330 (198*1 

2. Ktoto. H W.. Heath, j. R. O'Brien, s. c. Curl. R F. & Smaller. R £ Nature 318, 162-163 11985, 

3. Zhang. 0. L. el ar. J. phyz. Own. 90, 525-528 U9B6). 
*. Liu. Y. ct at Own Phys. Lett 126, 215-217 (19861. 

5. Newton. M. D. I Stamen R E. j! Am own. Soc 108, 2*65-2470 (1986). 
6 LuV>. K P. & Almlot. J. Own. pftys. Lett 13S, 357-360 (19871. 

7. SalpaOw. S Own. Phyi. Lett 130, 545-550 (1966). 

8. Haddon. R. C_ Brus. L£. 4 Raghavecnari. K. Own. Phys. Lea US. 459-464 (19661 
la '" ori s - VMosov. A. 4 Rosen. A. Chem. Pnys. Lett 137, 501-504 (1987) 

10. Wu. 2. C. Jcis*i. D. A. A George. 7. F. Own. Phys. Lea. 137. 291-294 (1967) 

11. Slanlon. R.E.1 Newton. M. D. J. phys Own. 92. 2141-2145 (1988) 

12. Weeks. D. E. I Haner. W. G. Own Phys Len 144, 366-372 (1988) 

13. Weeks. D.Li Manet. W. C: J. Own. Phys. SO, 4744-4771 (1989) 

14. Elser. V. & Maodon. R. C. AHture 32S, 792-794 (1987). 

15. Slanina.2. et a/. 1 maec. Struct 102. 169-176 (1989). 

16. Fo-w. P. w.. Laueretti. P. A Zartasi. R Own. Phys Lea IBS, 79-86 (19901 

17. Haooon. R C. & Else. V. Own. Pry,. Lett 169, 362-364 (1990) 

18. Kroto. M. Science 242. 1139-1145 (1988). 

19. Kroto H W. n Pvlycyac *,onw, K Hyaocmons and AstwehysKs lets Ltget. A. el «) 197-206 
■* (Reioel. Dordreon. 1967). 

20. Lego. A. o-Henoecoun. I_ Versvaete. L I Sctma. W. Ajtr. Asucphys. 203, 145-1*8 (1988). 



21 Kratscnmer . W. FoslrroooukM. K. & r*/ff men. D. R in Dusty CD/ecu in me Uinwie leds Bussoletli. 
E. & Clllone. A. A.) (Kluwer. Dordrecrtl. n the press). 

22 Kralsoimer. W.. Fostnopoulos. K. 4 Huffman. 0. R Own. Pnys. Lea 170. 167-170 (1990). 

23 Sieflens. P.. Nienuis. E.. Fnese. T. I Berrkngnoven. A. Ion formation horn Organic Solias (ed 
Benrnngnoven. A.) Set. Own. prws. Vol. 25. 111-117 (Springer-Verlag. New York. 1983) 

24. Kioto. H°w. Mature 323. £29-531 (1987). 

25 Sam3 "- T °- w *T Klein. D. J. & rttt. G. E. X Am. Own Soc. 110, 1113-1127 (1988). 
. 26. Henoreks S. 8.. *netsorv M. E. & SehUU. 1. f. Z Knslaftogr. 73, 376-380 (1930). 

27. Edwards. 0. S_ Lipson. M. & Wrison. A. J. C. Nature 148, 165 (1941). 

28. Edwards. O.Lt Lipson. M. Proc. R Soc. AUO, 268-277 (1942). 

29. Houska. C. R. Averbach, B. L I Cohen. M. Acta A4elaf. B, 81-87 (I960) 

30. Mcatn. J. R.. Curl. R. F. & Smalk-y. R. E. J-cnem Prtys. 87, 4236-4238 (1987). 

31. tinman. 0. R. Aov Phys. 2S. 129-230 (1977). 

32. Herat t. *svochyl. J. 196. 129-160 (19751 

33 Leget. A. & PugeL ;. L_ Asa. Asuopnys. Lea 137. L5-L8 (1984). 

34. Anamanoola. L J. Trelens. A. G. 4 Barker. J. R Asucortys. J. 290, L25-L28 (1985). 

ADW0WLEDCDJCN7S. WJt. and K/. mark our colleagues F. Arnold. J. Kissel. 0. McWer. G. Natour. 
P. Solter. M. Zscneeg. M. M. Eysel. B. Nuber. W. KiMOranm. M. Renuea and J. Sawauki. LDi. and 
0.RH mar* our colleagues J. 1. Emmen. D. L Bemley. W. Ettooeau. K. tt SOramm and D. R Lifter. 
D.R.H. manks trie AteAanoer yon KxnDolen Stittunt lor a senior US Scientist award. We also tnarti 
K W. Kioto and R. F. Curt for orseussiorg. 



I 

| 
I 



l nt the apple to pick. it. up, and finally at ihc 
box for placement. When. ihe unambiguous 
instruction was presenred in the one-referent 
contexr, participants never looked at the 
incorrect destination (13) (Fig. 1). 

In rhe nvo-referent context, parricirants 
often looked at borh apples shortly after 
hearing "the apple," which reflected the fact 
that reference could not He established on 
the basis of just rhat Input. Participants 
looked at the incorrect referent during 42% 
of the unambigunui trials and during 61 9fc of 
the ambiguous . trials. [In contrast, in the 
onc-rcfcrent context, in which reference 
could he established given just "the apple," 
individuals rarely looked at Ac incorrect 
object (pencil); this occurred during 0 and 
6% of the trials for the amhiguous and un- 
ambiguous insrmcrions, respectively.] The 
time lr rook participants to cstahlish rcfcT- 
enct'xorTectly'"rrr > rhe'-fwo i -Teferent '-context - 
.did not. dirJcr. fpj;. rh» ambifj'jniK and-unariVv , 
biguous instructions, which indicates that 
"on die towel" was immediately interpreted 
as a modifier, not as a destination. Individ- 
uals then typically looked directly to the 
box for object placement without looking 
at the incorrect destination (Fig. 2). In 
contrast with ihe nne-referent context, 
ambiguity in the instruction did not affect 
the proportion of eye movements to the 
incorrect destination In the rwoirefcrcnt 
context (14) (Fig. 3). 

Our results demonstrate that in natural 
contexts, people seek to establish reference 
wirh respect to their behavioral goals during 
the earliest moments of linguistic processing. 
Moreover, referentially relevant nordinguis- 
tic information immediately affects the man- 
ner in which the linguistic input is initially 
structured. Given these results, approaches 
to language comprehc-nsion that assign a 
central role to encapsulated linguistic sub- 
systems are unlikely to prove fruitful. More 
promising are theories by which grammatical 
constraint* are integrated into processing 
systems rhat coordinate linguistic and non- 
linguistic Information as the linguistic input 
is processed (JO, 15). Finally, our results 
show that with well-defined tasks, eye move- 
ments can be used to observe undo natural 
conditions ihe rapid mental processes that 
underlie spoken lanjruafic comprehension. 
This paradigm can be extended to explore 
questions on topics ranging from recognition 
of spoken words to conversational Interac- 
tions during cooperative problem solving. 
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Origins of Fullerenes in Rocks 



N a. rurally occurring fullerenes bave been 
round in rock samples that were subject to 
singular geologic cvnits such as lightning 
strokes (1), wildfires at the K-T boundary 
(2), and meteoricic imps<t* (4). These find- 
ings are expecred, as fullerenes fnrrvk normal- 
ly under highly enenjeue conditions. How- 
ever, P. R- Buscck ct d. (4) rcponnl the 
pretence of C^, In a carbon-rich nvJc sample 
from 5hunga, in Karelia, Russia, in which 
the host geologic unit wis highly metamor- 
phosed and there was no evidence of expo- 
sure to extreme conditions. If fullerenes did 
form naturally in such an environment, wc J 
would expect them to be widely present else- 
where, and there would be many ramifica- 
tions. For example, the presence of fullerenes 
in the earliest rimes would huve implications 
for the evolution of life (that is, as an early 
source of large molecules). 

We studied the occurrmice and distribu- 
tion of fullerenes in carbon-rich rocks, in- 
cluding samples of !>htinglte from the depos- 
it in Shunga. To avoid sources tif contami- 
nation by fullerenes^ -our samples were pre- 
pared in laboraroriei where there had beat 
no previous work dune on fullerenes. The 
outer 2- to 4-mm portion of the ahungite 



samples was removed, and only the core 
material was gently crushed and ground be- 
fore mass spectrometry (MS) analysis was 
carried out directly on the rock powder- 
Laser Fourier-transform MS and thermal 
dennrption negative ion MS nerhods were 
used. In the thermal detnrption MS, the 
temperature was scanned up to 4.S0°C, at 
which C w and Ck, ore fully volatilized. One 
sample was purposely contaminated with 
100 ppm of commercial fullerenes as a con- 
trol and to check the sensitivity of the 
analy.il*. The result of this reference tcsr 
indicated thar we could detect fullen-nw at 
10 ppm, or less, without difficulty- 

"Hie three samples from the Sbunga 
locality (5) had a variable otrbon content 
of about 100, 90, and 10% by weight. 
• These camples were hosted by ahout 2-bil- 
lion-ycai-old metamorphosed volcanic 
and sedimentary rocks of the Karelian tef- 
rain, which extends northwest through 
Finland and Into Finnmatk (northern 
Norway). We also analysed one carbon- 
rich sample from the BidjovDgj;e mine 
neat Kauiokeino, Fmnmaik, from rocks 
with broadly similar a^c, provenance, and 
meramorphic history as those of Shunga- 
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To check other geological environments, 
wc analyzed graphite from 3.2-blUion- 
ycat-old organic carbon-rich shale from a 
shear tone In the Princeton Mine of the 
Batberton dlsrrlct, South Africa. "Graphire 
from the Bogala mine, Sri Lanka, was alio 
analyzed (6), a Precambrian sample likely 
from an inorganic igneous carbon source 
and formed or temperatures as high as 
700°C at 1 to 2 kbar. In contrast, the 
Princeton Mine sample experienced a 
maximum temperature of about 300*C. 

None of these samples contain detect- 
able amounts of fullerenes. On the basis of 
these results, wc hypothesize thar the 
fullcTcncs found In the Shunga sample raid- 
led by Buscck a aL (4) were probably 
formed by a localued event such as a light- 
ning stroke. This could have happened giv- 
... Ao,^c^li^^ondacrt«4ty»of>sud\ -carbun— - 
. ji c b. f^^.Qin .^y^aj^^ e z^<ih\ .... 
{1-4) appear to show that the formation of 
fullerenes in nature is limited to highly 
energetic singular events. 

T. W. Efebcscn* 
H. Hiura 

Fundamental Rdscxircri Laboratories, 
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Tsukuba 305, Japan 
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Tzukuha 305, Japan 
A. Andersen 
S1NTEF-SI, 
PastWcj J 24 Blfndem, 
N-0314 Oslo, Norway 
M. Often 
V. A. MeWiik 
Geological Swvey of Norway, 
L. Erikisoru vei 39, 
N-704Q Trondhcim, Norway 

•Prasam sUcMbk; NEC Research Injure, i kvfcoen- 
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Response. Finding no fullerenes in several 
sliurvxitt: anJ rvhor aamplis, Ebbcw.-n rt til. 
conclude that the sample we studied (J) was 



formed by a localized event such as a lightning 
strike. We find problems with this and nrhcr 
nf rhcir observations and interpretations. 
They stare that "there was no evidence nf 
exposure to extreme conditions" for the shun- 
gite sample in our study (J). However, we did 
not discus* occurrence in our report - all we 
had to study were chips of unknown preve- 
nance — and so Ebbcscn et al.'t conclusion 
and inierpremiiim scum unsupported. 
Ebbcscn ec oi. also assert that "These findings 
[origins by lightning, K-T boundary, or mete- 
oritic impact) are expected, as fullerenes form 
normally under highly energetic conditions." 
This statement begs the question, as the four 
terrestrial (J-3) and two extraterrestrial oc- 
currences (•* ) of narural fullerenes to date tell 
little about how they form "normally." 

We and others, (5) huvc looked at a wide 
variety of geological sample* that contain 

.no .detectable fullerenes. The question is 

What docs tlt'a mom? Dixs it necessarily 
indicate that only "singular evenrs" can 
form fullerenes in rururc? Also, if fullerenes 
occur in shungirx, then must one conclude 
they should al*n "be widely present else- 
where?" Not necessarily. 

Aside from the fact that many minerals 
have been found exclusively in highly lim- 
ited occurrence*, in some cwses in only sin- 
gle localities, these questions cannot yet be 
answered — there are insufficient data. 
However, there are other mineralngical sit- 
uations from which, by analogy, one can 
make at leasr cturinnary guesses. 

The biopyri boles provide one example.' 
Although the term was coined over 80 years 
ufp by Johannsen (6), until the late 1970s 
the only members were the srandard min- 
eral groups of micas (biotite), pyroxenes, 
and unphibolei. Ar rhar time, wc saw the 
report of several new biopyrihole mineral* 
(7). Initially just curiosities, within a few 
years the new biopyriboles were reported 
from several down localities worldwide. 
Chcstcrite, jimthompsonire, and their min- 
eralogical relatives are now well known and 
are accepted as widespread albeit minor, 
rock -forming minerals. 

Another example is provided by diamond. 
Until d^e 1980s, geologists and solid-srate sci- 
entists were confident they knew that dia- 
monds form solely at extreme pressures, deep 
within Earth or, unoW exceptional condi- 
tions, in ultrahigh-pressure experiments dial 
could only be performed in a selected few 
laborutones. The idea of diamonds being able 
to fonn at ambient pressures seemed impossi- 
ble. Yer today chemical-vapor-deposited 
(CVD) diamonds, formed at ambient pres- 
sures, arc almost commonplace (8) 'in many 
laboratories, both research and industrial. 

The implications, if any, for geological 
fullerenes arc admirredly tenuous. FulK-renes 

ara nnr. prevalent, but wc arc uncomfortable 
concluding more rhnn rhnr. Wr rrp, irml ihar 



within Che shungite diey only occur within 
vcinlcts. Wc have confirmed that occurrence 
in subsequent analyses of the vemlet material 
m the shungltc. Like Ebbescn tt ol., we won- 
dered whether the shungire fullerenes formed 
.through lightning strikes but, other than the 
fullerenes themselves, there is no evidence on 
how they formed. 

On the basis of laboratory data, wc know 
that optimal fullcrene growth occurs in gas- 
phase reactions (9), and such conditions 
might occur during the mulriple strokes of 
lightning (3). Indeed, lightning might ex- 
plain the origin of che fullereneJhcaring 
ve inlets in the shungitc, but it would be 
highly fortuitous if we would have inadvert- 
antly chanced on such unusual samples. 
There are other references to the occurrence 
of fullerenes in shungitc (JO), but details are 
lacking about where, rri' the ' shungite^thc"" 
■fullerenef ocor or !n. "vhich :3.T.pij3 

There is abundant evidence that the 
mineralogical world is wondrously complex 
and full of surprises. We prefer to retain an 
open mind about the extent of fullcrene 
.occurrences in the geological environment 
than to make possibly premature conclu- 
sions based on rhe limited data at hand. 

Ptur R. Biucck 
Department of Gcolory and 
Department nf Chemistry and Biochemistry, 
Aritona State L/ruversirj, 
Tempi*. AZ B5287, USA 
Semexm Tsipurslcy 
American Oofloid Co., 
1350 West Shurt Drive, 
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; Plenary Session H'^^^^^^^i^ 
Hazel O'Leary; the Deportitnent^i^ 



oSties that are highly favorable , Energy Secretary, drew an. o^Wing 
To^Snfauch as opticaJ daU stor- : . aowd of about 800 pcople ;: Shejp.ok^ 
«ffita5Iffpa«i«cpsn!lton. - about DOE's role in ^PP 0 "^^ 

llfli^ rapid V --nomic warBe^' 

|f^plai^c«ecf 



leering; 




'iiis'iiKff. 
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The EUROPEAN PHYSICAL SOCIETY certifies hereby that the 
1994 HEWLETT-PACKARD EUROPHYSICS PRIZE 
for Outstanding Achievement in Solid State Physics 
has been awarded to 

Donald R. HUFFMAN 
Wolfgang KRATSCHMER 
Harold W KROTO 
Richard E. SMALLEY 

for the Discovery of New Molecular Forms of Carbon 
and their Production in the Solid State 



Madrid, 30 March 1994 



The President: The Secretary: 

N. Kroo A. Taroni 



$ - EUROPEAN PHYSICAL SOCIETY 

CITATION 



Donald R. Huffman 
Wolfgang Kratschmer 
Harold W. Kroto 
Richard E. Smalley 



The Hewlett-Packard Europhysics Prize of the European Physical Society 

"for 

Outstanding Achievements in Condensed Matter Physics for the year 1994 
is awarded to you in recognition of your 

"DISCOVERY OF NEW MOLECULAR FORMS OF CARBON AND THEIR 
PRODUCTION IN THE SOLID STATE". 

Until recently, the only known forms of pure crystalline carbon were diamond and graphite. 
You have discovered a third form of carbon in which, by inclusion of pentagonal rings, 
graphite-like sheets are wrapped into cage molecules, so-called fullerenes. 

Using laser evaporation combined with supersonic-beam mass spectroscopy, Richard Smalley 
~and Harold Kroto discovered single fullercne molecules, in particular the archetype C 60 . Kroto 
and Smalley were able to foresee the shape of C„ as being that of a truncated icosahedron, a 
soccer-ball, and they predicted the existence and the structural principle of the fullerenes. 
Wolfgang Kratschmer and Donald Huffman found that, under certain conditions, C a is 
abundant in soot produced by a carbon arc and cooled by helium. They could dissolve C a 
(and Qo) out of the soot, produce crystals, and verify tho predicted soccer-ball structure. 

The Kratschmer-Huffman method has prompted widespread research on applications of 
fullerenes. So-far, fullerenes have been engineered with surprising superconducting, optical, 
mechanical, and chemical properties. ■ 

You have found a third, form of pure carbon whose role in nature we are just beginning to 
understand, and whose potential for technological applications is being intensively 
investigated. In recognition of these achievements, you have been awarded the Hewlett- 
Packard Europhysics Prize for 1994. 



Madrid, 30 March 1994 



The Selection Committee 



question of. going bayond the that 
Nature has imposed for the maxir.^..i size 
of nuclei. The relative occurrence of prolate 
versus oolate shapes is a non-trivial issue 
mat has been discussed a good deal in nu- 
clear physics. Semi-classical theory oilers a 
rather transparent model description of this 
in terms of the response of triangular and 
other closed classical orbits to deformation, 
but the problem is that one needs larger 
Fermi droplets than nuclear physics can 
provide to lest the theory. 

Fission 

The break-up of a drop of quantum liquid 
under the influence of its electric charge, 
i.e., fission, can be studied from a new angle 
by examining the fission of multiply charged 
metallic clusters. In all esses the' fission pro- 
cess depends on the competition between 
the cohesive surface force and the repulsive 
electrical force. The relevant parameter is 
Therefore the ratio of the Coulomb Gnergy to 
(two times) the surface energy of a sphere, 

where Q is the charge. Inserting typical ma- 
terial constants into the equation one rea- 
lizes that while 200 nucleons can hold 90 
elementary charges together, the same 
number of metal atoms can hold at most 
9 excess charges without immediately fis- 
sioning. This reflects the difterenoe between 
nuclear cohesion, which *« due to the strong 
torce, and metallic cohesion which is of 
electromagnetic origin. 

A new stage is set for fission studies 
thanks to this difference. Quantum elfects 
are likely lo be much more pronounced in 
metallic clusters than in nuclei (modifica- 
tions ol the smooth liquid-drop picture owing 



to quantum elfects at the fission-like saddle- 
point- shape makes fission interesting al- 
ready in nuclei). There are seme intriguing 
experimental results for the fission of doubly 
charged silver and potassium clusters [13] 
with sizes up to W = 30 The division into 
different fragment pairs seems indeed to 
be dominated by quantum effects for sym- 
metric mass splits. For clusters in this size 
range one expects the saddle shapes to be 
(nearly) two spheres in contact, so the 
quantum effects are those relating to spheri- 
cal snapes. Since these shapes can be 
studied by other means, it would be even 
more interesting to investigate, using new 
experiments, the fission of larger clusters 
with charges greater man 2 since they can 
have saddle shapes that do not resemble 
two spheres in contact. 

Atypical Molecules: 
A Bridge to Chemistry 

The cooling of a hot metallic droplet 
through evaporation of (neutral) aioms has 
much in common with neutron evaporation 
from the compound nucleus. In both cases 
the process is described by transition-state 
theory The difference lies in the level-den- 
sity laws. For nuclei, the level-density law of 
a fermion system alone applies, while for a 
metal cluster the level density is a product of 
the ionic, Le., the oscillator level density, 
and the fermionic electron level densities. It 
is the latter that is strongly modulated by the 
cluster's shell structure, so the fermionic 
structure plays an important rite m evapo- 
ration processes involving clusters, and m 
describing how shell structure becomes 
washed out with increasing temperature. 
There exists here a bridge to transition-state 
theory in chemistry, where the emphasis lies 



->n the oscillator level density, while the 
ilectrons are assumed not to contribute 
because they presumably remain in their 
adiabatic ground state during typical mole- 
cular dissociation processes. In this sense, 
metal clusters are atypical molecules. Once 
again we see how a. marriage between 
the young science of cluster physics and 
a more mature partner can be rich in mutual ' 
inspiration. 
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1994 HEWLETT-PACKARD EUROPHYSICS PRIZE 

New Molecular Forms of Carbon 




The 1994 Hewlett-Packard Europhysics 
Prize of EPS for outstanding achievements 
in condensed matter physics has been 
awarded for •the discovery of new molecular 
forms of carbon and their production in the 
solid state' to D.R. Huffman (The University 
of Arizona, Tucson. USA), W. Kratschmer 
(Max-Planck Institut (Or Kernphy&k. 
Heidelberg, Germany). H. Kroto (University, 
of Sussex, UK), and R.E. Smalley (Rice 
University, Houston, USA). 



Donald Huflman was honoured last year lor 
the discovery of C 60 by being appointed the 
Regents" Professor of Physics in the Depan- 
ment of Physics, The University of Arizona. 
Tucson. Arizona. USA. He studied at Texas 
A&M University and at Rice University before 
receiving his Ph.D. from the University ol 
California, Riverside, in 1966. After working 
as a National Science Foundation posldoc at 
the University of Frankfurt, he joined The Uni- 
versity of Arizona as an Assistant Professor 
in 1963. becoming Professor in 1975. Profes- 
sor Huffman, whose research focuses on 
the optical properties of small particles, has 
visited Europe regularly, first as a Visiting 
Scholar to the University College, Cardiff, 
and then on a sabbatical to the European 
Space Agency operations in Noodw.jk and as 

Clockwise from the upper left: D.R. Huffman. 
W. Kratschmer. R.E- Smalley. and H. Kroro. 

Buruunys. Novi2S (ISO*) 9 



■'^Sf^^'V Humboldt '.$erii"or. US Scientist m the Max 
Wg&&£r& Planck Institute.!" Stuttgart an idelberg. 



■Bp^*/*^ After-Ming .-vpatenv application uib v- 60 
K^^^5fO?'productioo?procesfi^ which is handled . by 
'ZSS^^ifv 'S Research Corporation Technologies, ho sot 
^^^ic^iv';; up the first commercial operation to manufac- 
'llslfell^-, ture< anrj [{market ..the matenal, and was 
^^^v*appolnte(!''1«i:' 1 199t to be the first Director of 
i^^^^fr^ji^wly.iomied .Arizona Fullerene Corpora- 
'^^S^lloni; wnshJ'a(rns.lo bring together tullerene 
.^^reseichjwrrjedi out at The University of 
^^rffi.?Ariz6na'an.d Arizona State University. Profes- 
$sS£§M§<3br •• HuBmaKf5»on* *»• Materials Research 




^^^research staff; of (he Max Planck Institute for •• 
^^^Nuclcarlphysics^ Heidelberg, since ;J 976:: 
and; hashed. since- ] 937 as a Co-investiga- 
S^jSV^ lor. for lh»!i^?toVmar.t of a photospeetr.ome- ■/ 




University of Michigan, he worked as a 
research chemist with Shell lor lour years 
before taking a MA. and a Ph.D. In chemical 



. te^JoritheipujppeahSp orbiting 
^SSinfra^d obsejrvatpry ISO, He studied physics v 



JSf;.the jTUi,BerMrvar.d received his doctorate 
^fror^^t^rypSyjbt Heidelberg in 1971 for.^i 

^res'eanA'o^ carried out at it:- , . 

^iheTMailplanplc Dri-Kratschrnar'a research physics (in 1973) from Princeton University. 
Plm^^J^^inalnly concerned hcavy- S.. Alter spending four years as a postdoc at 
>kinT«t^j§|lM^ afler "working for a ycar£, The University ot Chicago where he pionee- 
'dn*inlersi?narpilicate,rnalerials wrtli:.D.R. red supersonic jet laser-beam spectroscopy, 
« Hufm^n9^e v 0hiv.orsrty. of Arizona and with 
R.F/j^we^iStony.Brook, he began study- 't 
^^SP^!^^P/H tart dust noalertals. v 
«.tereoo^offi^»foT»cove^ of fullerenes,^". ... 
^he"wa$;'^ studies of gases, molecules, radicals.^. 

^cie1y^li99^ierr\:Ce7iacKPnw for Physics,-^ ions, and simple dusters, has won several .r 
S'/i-A;^i^bi ! ^-i-^.u,;^ •^;A,«'.3fe,'»rf, M . i„, r„ research including the 1991 •:• 



GALL F NOMINATIONS 

1995 Hewlett-Packard Europhysics Prize 

The Selection Committee lor ine Hewlett-Packard Europhysics Prize invites nominafiorisjjji^* 
for the 1995 award. The Prize is give lor an outstanding contribution to condonsod matter;;"^' 1 
physics within the previous live years, with the potential (or leading advances In dectronio.S 
electrical or materials engineering. Nominations may be submitted by EPS members ajft 
individuals or as representatives of a Division, Section or Group. =■ 

Previous winners have been B.L Altshuler. A.G. Aronov, D.E. Khmclnitskil, A.L LanVir0 
and B-Z. Spivak ( .993) and H. Ibach. G. Erll and J.P. Toennies (1992). To maintain thai- 
extremely high standard, it Is necessary thai the Commillce receives proposals whicJjg 
represent the breadth and strength of European condensed matter physics. Proposals^ 
should Indicate Ihe motivation tor the award and include, if possible, a brief cuniculurn^ 
v/lae of each ol the nominees and a short list of major publications. Letters of support frorn.;. 
authorities in the Hold which outline Ihe importance of the work are also very helpful.' .^I^-v: 
All inlormalion win be treated as strictly confidential, and although proposals' 'are 
acknowledged, there will be no further corespondence. Nominations ehoukJ be »u.by(i 
milled before 30 June 1994 lo the Selection Committee, H.-P. Europhysics Prae^FJSj' 
P.O. Box 69, CH-1213 Petit-Lanoy 2. • : : *~^-*»**» a 




he returned lo Princeton as an Assistant Pro< 
lessor in chemistry In 1 976. becoming Pro. 
lessor in 1981. Professor Smalley. whose:-:: 
research interests mainly involve spectro-,% 



Irving Langmuir Prize'.ln Chemlr^:.PJhy^o^ 
the 1991 Papular Science Marina GrwijL 
Award, the 1992 Robert A. Welch r 'Awwrl^nf 
Chemistry, the 1992.. American i£Ph£lcal| 
Society's International Prize for New,; ' 
rials (jointly with R.F. : Curt and Hi; ? KrbfO)3 
the US Department of Energy's 399t£,Qj% 
Lawrence Award, (he- l993?;JohnS'6pbtt! 
Award, and the 1993 William; H|iNlchp!B 
Medal. He Is a member of toe APS7a^*$bJ 
American Chemioal Society and has beeabfij 
the Editorial Boards of : Chcnu$PhysM£ tuts 
since 1982, of J. Ctuswr'Sci. sineey.S»8|wfdj 
of Molecular Phys. since 1991,^- ' 



m 



^^Haroidjiooto^beentthe RoyaLSociety > CHiierenes: The Classical Profile of a Major 
^'^Mi^^^^Tbeu^ers^ot^u, ; Scientific Breakthrough 

|$^us«^ri|hl^^ 



chimislryal^ the only known forms ot pure 

k:'_~ Di.- iV."u&* OCA * jr. « n W nra. 



i^^Si^wj^S^^l* - _ ^""i . .vWi neural aiiaiiyoni^iu ««"») -r -™ — 

|Tc!e"Dj^p|paboratories\Murra^ result is a transparent insulator t 

|j(^^yeS^ii^e7 t -ho"iotned the Unjfer$Hy|i-' i - U nlque hardness. In graphite the atoms Se I 
^of J|^53§a^.»XTut6rtaliFeabw^ becominfl'-wl two^imeneional sheets of hexagon*, i* 
..^Profc«o{3ji^i|.B5;jP.ro with each atom ,ioH »» < 



pelirayer^^^domplete-;^ carbon were diamond and gra 

fSefof^'^rt^r)|,a^ In diamond, each carbon atonf is tied 

M lS to four others in a three-dimensional tetra-. 
U^e'rnberJdf^ejYeihnioal staff -ofi'ihe; Betl^fthedral arrangement by strong sp 3 bonds. 

Ir-r^i&ja^sESS;.^^ \U^r.\isiitnK-h 1 &:.^ . .. - ol 

i in 
like 

tied , to three ' 

?fes"iwch^loro^ others by strong so 2 bonds. The fourth 'elec- 

^^f^^^^^fwrnstellafj jdusi|.an(l ; .the;.i ? no n occupies a « bond termed from the 
^vf^^^^^^Ma'^ut^l^b^^; •. pcrpendioular p-orbilala and this lies at the 
£^has|spB^ origin of Ihe black colour and eleotrlcal con- 

^'professpr^ywo'uveftOtUw^^^ The sheets sit in stacks which 

p^^:Zagreb';^ans^and Cos Angeles; He.became^. makes graphite a good lubricant. > • ■ 
3 ^^a\Feilo^of^Ro^l 5odety;ih.l990;and fori>,;.. n, 8 prizewinners discovered a third form 
ll^w^ thaAmeri^; 0 | carbon in which graphlle-Hke sheets are 

'"^^car^'Priys^fSolde^ tor ^ wrapped into cage-like molecules, so-called 

^Ne^fcb^i^'i^l^.'wiih.R^. Curl'wi^ B.E,1«'| fuflerenes named after the American engl- 
^Sm^eVKt>^t?92'-IW0as' P»lM .HQiemis-^ neer Buckminster Fuller who constructed 
C^try^ajia^i^lPoyBl; Society; of;Xhen^st7's5-r'': : 
J ^J993jLQngi^fi.M8dal;^ on }. : 7 
^pbn^ittB'eslbelpingin^ 




*vM*mk 

iSoaVpAernJC^rrvnjsInce.l^ 

JRIcjiai^SmaUeyiJiasYbeeri ; the ; ,Genei and 
J^Orrn^uJ^ck^wn^ 




; .: ■. '••s;. / -,V ;-V H-Y^i^r^^m 

■■■■ ■ v : . '^^:-vt^5!5?^^*| 
geodesic domes according to;om08^prjn^ 
ciples. The way in which chicki^f^^rnay 
be given curvature is by 'mf»ng^p"erilaot ' 
between the hexagons, and, • oafshow^b 
Euler, with 12 pentagons the cago'ictpsa^al 

number oLhexagons determines ,U^8^?I°:lf 
the cage. Finally, three-dimonsioriaJ i p^qUngs; 
of cage molecules yield solids, the' scHttatlnd? 
fulleritea. ,i, i .v^. fc r . 

The archetype molecule "and; lhaCfi<St^C. 

discovered is C 60 . the "buckyballVwhlchlhas| 
the shape of a football and a diametar.ipf.0-7l 
nm (a real football usually has it3 ;12 penta^i 
gone painted black and its .'20/hettgofl^ 
white). Cjg is the smallest fullerehe injivhic^' 
the 12 pentagons are kept 4 apart f by][Ke»| 
gons. The edge between a pentagoatjjjHd^ 
hexagon In C« 0 Is a sp 2 bond, andj th'e.edgel 
between two nexsgons carries an faddjUonajji 
it bond. Ihat Is. the former edge^ .a -singl 1 




IS^ 5inca y S^a'^Prpfessor; of ; Physicsfsince : 





gonal layers of graphite, and the buckyballs of fullerile. 



■ bund^ : B™:jBc.yancr; a double br These 
lea«uros'^va'^eC«molocule grt. ...rength 
p^^and mak^.thfl^oUd a yellowish semiconduc- 
m0¥0it.ior. In splid:C6ii'. the" molecules are positioned 
s^Sii^si on a face-osntered cubic lattice with a closest 



'=;ap'proach.&9twpeQ. baDs nearly th9 same as 



i^l^ 'ha dlstahc* between the sheets In graphite. 

At .normai jvesti'ures, the solid b therefore . 
'"''^^ jolirjlkclgraphite^but becomes extremely 
^^hard at hTgri pre^ures. Thrown against steel 
walls* % atf speed j.: of- about twonty thousand 
i^^^ ml'es pef hour; solid . Coo just bounces back. 
5£v£ r * ; "£rI v .The Caotrnblecule has. the shape, of a 
%?|&s v iruneated / leca'ahedron • aa'i constructed by .- 

M&im'*-^'--'— ■»-■--<- — •- — — - 




[8UU 



MflO IDCK1 
waveniimlier / cm" 



601) 



^^•AfcWmedesuBs'poim symmetry Is the highest ■■ :. . „ , lh( _ ^.j, , h „ w k .j 
^#^pos^ie^8r,tnaij>U P> rt 8 ct$pher..W^ bon «P«clnim ol the so« which they had 

te»0^undjha -iecule^ich^PaJc^ e um gesture , , : 

M^^W^'i SSisSed to over io years m certain 
S^M^ii^^^" 8 ^^^ modules,:.: Jmaininfl , long. 
I^Ml^^^^^fel^stralght. carbon chains -and, together .with 
]n\(^^i%II^S^ujBgeste(i New Form ^.radioasironomars. had succeeded In verify 
PM^^io^to^Covery'of theMtfenes^'ing the" presence of such chains with up lb 
•^^^^Jtel^*S^ t -**^**« 5, *' : < *o§'n«»^ .atoms..- However they beGeved that 
ilgjil&cls^ longer chains might be formed in the 

'ple^catetoOTi^ of red giants.-: In ..198*. 

^^^6^^%^^^^'' b * ,^^ "' e ^'^ ,<ro,0 hcard Uom his ' riend R ' R Curl about " 

;o0]pl^ij^a^^{eg|§^t^v^e|jsear^ ^for-i Jtie^^: appaiatua designed by R.E. Smalley and his 




^p^^^^^J^^asi^/fpr^ter^ troscopy. Kroto and Curl succeeded In talking 
f»^1i%a^^SS*^> 1 ^" ,bei S-&i3 983^.Smaney into trying out carbon. The chains 
rtfieyio.^ for were found, but the attention 

5r,v-#!fe«^««®»iu„..^^,-.-* '..-i^, . - ... curt, and of.their studonta 

l.C. O'Brien, was drawn to 



Rotentia)2App!ications Abound ^ - mm 

^•iwS^^S^W'plJWWanw^ha* spread like wildfire since ths discovery In 1 990 . 
^^^3!Bi^^i}^ , '^^*^P^^ to P roduce these novel molecules. Within: 

J^^^feS^^^JP^/P^'^^"^^ 68 - 0ne flraup lookBd wilh ^ elec,ron .». 
^^gs|peH^^^^^i^Ispb^.c^'at the burned ends of the graphite rods used id lhe : ; 
^^^S^^&i^^^k^'^^ly^^^ up like tobacco leaves In a cigar./ 
^^^^jQO^^s^fjiuomsi^Ja^eV. fullerenes resembling onion rings. It has bean,? 
^^SiliW^^WES^?-^^*'^*'!'' 8 * aeveral nm in diameter and up to 1000 limas ■ 
tpSSSfii^ *a tuba until reaching the end, where the 

'^•'• e j8^^iP|p^.^fl9C^?^^f '' P*°P er . capping with no bonds left dangling. It has ; 
'^^fl^BS^?3^^R^'R.^? i »n d through some kind of capillary effect to till them 
M^^ns^THej blictyiubes could be the strongest fibers known and may even find . 

,^C§a|&ae3n^$^ CgQ can ba doped with alkali atoms entering , 

p8^Jep^Ji^&]^ill3^n<J 'one of the first surprises In fullerene research was that KgC^ 
pei^ifrlk/^^ highest transition temperature obtained in a 

;*M!irWe3^ was that intercalation of an organio agent 

§(^^M^p60 "pfo^upeWi'ofl^eSoniaghet Highly ordered C 60 films can be grown . 
"*'^lf^(*'8i^ji^ , ^ t ^^*'" 0 '^^ Qsai^'arsenicle" and this property may make such films 



cl^i^l^ir^ontQl^o^C^s^'i^^ve'.the interesting property that they become 
f|W9ire]^W»^ find use as optical limiters. Adding C M and .. 

ffiOwjOj^ ^ Hexagons in some of the larger , 

£.fu]|e|fQ^ in non-linear optical properties. Such ' 

*W?"%P§'iy^ generation of fight. ... - • •:.: - >; 

[Bftejij^s^ so stable that they should not react with other ; 

K^i^a^t^^^ts^iv^l^th'ow^o slip an extra' carbon or nitrogen atom Into a 
ftitorwfca^jy^^ thus creating the "bunnyball". This opens 

. t .'^«iiA._iM^-^ 0 ^|^^p^ (|ds based on fullerenes, called fulleroids. Decorating 



m$^S^^^^^^'^ i ^^'^t n* 8 "" in excellent catalysts, while Teflon ; 
'^^^^m^9^^^fit^^^^^^t^ quantities and might turn out to be 




Adsorption of carbon panicles In the ih//an»d.*^ 
At efavated helium quenching gas pro$suniM> 
there are bur sirongnr lines ometglng ouloflll 
the continuum. Theory predicts precisely, tour?%g$ 
ir-BCtlva fundamentals tor a football stnjciu^*"* 
red C M molecule and ihey should pcctiil 
close to lha measured positions. Sucti'spec&§3$? 
Ira gave the first strong hint that C^,hai?M§ 
been produced In macroscopic guantHitstH 
Soma ol tha tiny line features originate front) 
tho less abundant fullerene C n . 



. larger clusters, notably to C M which-Onder; 
: . particular conditions turned out to ba much? 

- I more abundant than all the othws^Smiiftsys 
.' ■ and Kroto, who apparently knew.hwKpfabpuR 
% Buckminsler Fuller's domes thaii'thfl'^jfiapaj 
i-.. ol a football, were able, to guess thp^sByc^, 

ture. as well as the. structural pnnoip'jejijfl 
pother fullerenes. During the neXyMra^ja: 

gathered . considerable.-' ctrwmsbiniiijsey|j; 
•fy dence ... to" support-. thelr:,.hypothe*is'^ls^ 

carried out were theoretical cataulaitbni?!& 
'j/rthe physical properties, of .this^tewhed™'; 
.4: molecule, such as the ultravioleLab^r^prp 
v- and the infrared vibration. apedfr«%'b«&* i -'" 
•jr. five years nobody was able to product 
ri.in the. quantities needed . /or^a^' 
:'.-7 determinadon,.;,,:^ : :.^Jirft.-#^ 

• ':•• -..••, svxmtM. 

;(v Bulk Production Led to Confirmatloi 
At about this time, Huflman.stan^ 
%'daring.- whether, the double humpjh' 
3i Kratschmer ;• had ; . s een ^ might Shay'fi 

caused by C 60 . In 1989.' Kralscinrneyi 
'^students B. Wagner: and. K.*Fpstiroj>^ 
li'^reproduced the results^of thetf883-Jc^ 
r are experiment and .fwlhermpnifnHe««0_^ 
/i: the. mass spectrum and the . infrered^wra! 
ra tional spectrum (see figure), whlcd^ij^pf^ 
.. dicled to exhibit only tour, paakau'jfu'j^g^''' 

icosahedral symmetry of Ihe moiecyla 
•% prisingly, these were,; the .vibrationals 
■■'k soot samples produced _undar ; dou¥a^h^j 

conditions; Cgo thus suemed to bo|prcse^ 
vVin abundance. . Substitution ol^^'^fytifa 
>. heavier isotope. 13 C produced^thafehj^6' ! 
■;J- the vibrational spectrum expeded /diri^BJI 
• carbon molecule.;;. Finally. . IhafiHeitjig^r! 
:y group did what a chemist would.h'aveidohi 

right away: they tried (o-dissolved th«'"i^p)a 
; -' in benzene, which should, work H : f uSp'r!|opr 
■i'v'^ really did contain 'spherical banzefie^jAP^ 
.-.v. they saw the solvent turn red, the groupLknei 

that it had produced the first concentrate 
.'•v' solution of fullerenes.. The sol\rent ,was 

poraied and it was found that tlny^crjrstajsi 

remained, which readily ; redissoN«^Tjie' 
'J: crystals could be sublimed and^condpnsad. 
'£r to form smooth films which latw v hjmcd:e^| 
.% to contain about 80% an^lzw^fin'' 
■ £ Huffman and his collaborator L;Uun^^ru|ei 

son could immediate ly.variryfKratschme^" 

findings and were able to study tha Jcfysta^ 

- structure of C M using X-ray and; electnjn 
..' diffraction.. Kroto In Brighton haditn'e^jtha. 
..;> Kratschm8r-Huffman,. method*. Wi^ireaf^ 
i5: earlier, but ran out . of funding^ HeTand^hli 

students now returned lo the reenrequ^and 
succeeded in producing a Cjo-Cfg'rsgJuBonl 
ii. in : separating the two ; ^mo!ecules^ijyndi|lr| 
fv proving their structures by . l pC ^iict«BrJjj«9f 
nolle resonance. 
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Press Release: The 1996 Nobel Prize in Chemistry " 

KUNGL. VETENSKAPSAKADEMIEN 

THE ROYAL SWEDISH ACADEMY OF SCIENCES 



9 October 1996 



The Roval Swedish Ac ademy of Sciences has decided to award the 1 996 Nobel Prize in Chemistry to 

Professor Robert F. Curl, Jr., Rice University, Houston, USA, 
Professor Sir Harold W. Kroto, University of Sussex, Brighton, U.K., and 
Professor Richard E. Smalley, Rice University, Houston, USA, 

for their discovery of fullerenes. 



Note: This document is made for Netscape 2.0 or later, and some of the chemical formulas might not appear as intended using 
other browsers. 



The discovery of carbon atoms bound in the form of a ball is rewarded 

New forms of the element carbon - called fullerenes - in which the atoms are arranged in closed shells 
was discovered in 1985 by Robert F. Curl, Harold W. Kroto and Richard E. Smalley. The number of 
carbon atoms in the shell can vary, and for this reason numerous new carbon structures have become 
known. Formerly, six crystalline forms of the element carbon were known, namely two kinds of graphite, 
two kinds of diamond, chaoit and carbon(VI). The latter two were discovered in 1968 and 1972! 

Fullerenes are formed when vaporised carbon condenses in an atmosphere of inert gas. The gaseous 
carbon is obtained e.g. by directing an intense pulse of laser light at a carbon surface. The released carbon 
atoms are mixed with a stream of helium gas and combine to form clusters of some few up to hundreds 
of atoms. The gas is then led into a vacuum chamber where it expands and is cooled to some degrees 
above absolute zero. The carbon clusters can then be analysed with mass spectrometry. 

Curl, Kroto and Smalley performed this experiment together with graduate students J.R. Heath and S.C. 
OBrien during a period of eleven days in 1985. By fine-tuning the experiment they were able in particular 
to produce clusters with 60 carbon atoms and clusters with 70. Clusters of 60 carbon atoms, C 6Q , were the 
most abundant. They found high stability in C 60 , which suggested a molecular structure of great 
-symmetry. It was suggested that C M could be a "truncated icosahedron cage", a polyhedron with 20 
hexagonal (6-angled) surfaces and 12 pentagonal (5-angled) surfaces. The pattern of a European football 
has exactly this structure, as does the geodetic dome designed by the American architect R. Buckminster 
Fuller for the 1967 Montreal World Exhibition. The researchers named the newly-discovered strucrure 
buckminsterfullerene after him. 
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The discovery of the unique structure of the C fi0 was published in the journal Nature and had a mixed 

reception - both criticism and enthusiastic acceptance. No physicist or chemist had expected that carbon 
would be found in such a symmetrical form other than those already known. Continuing their work 
during 1985-90, Curl, Kroto and Smalley obtained further evidence that the proposed structure ought to 
be- correct. Among other things they succeeded in identifying carbon clusters that enclosed one or more 
metal atoms. In 1990 physicists W. Kratschmer and D.R. Huffman for the first time produced isolable 
quantities of C fi0 by causing an arc between two graphite rods to bum in a helium atmosphere and 

extracting the carbon condensate so formed using an organic solvent. They obtained a mixture of C &Q and 

C 70 , the structures of which could be determined. This confirmed the correctness of the C fi0 hypothesis. 

The way was thus open for studying the chemical properties of C 60 and other carbon clusters such as C ?0 , 

C 76 , C 7g and C g4 . New substances were produced from these compounds, with new and unexpected 

properties. An entirely new branch of chemistry developed, with consequences in such diverse areas as 
astrochemistry, superconductivity and materials chemistry/physics. 

Background 

Many widely diverse research areas coincide in the discovery of the fullerenes. Harold W. Kroto was at 
the time active in microwave spectroscopy, a science which thanks to the growth of radioastronomy can 
be used for analysing gas-in space, both in stellar atmospheres and in interstellar gas clouds. Kroto was 
particularly interested in carbon-rich giant stars. He had discovered and investigated spectrum lines in 
their atmospheres and found that they could be ascribed to a kind of long-chained molecule of only 
carbon and nitrogen, termed cyanopolyynes. The same sort of molecules is also found in interstellar gas 
clouds. Kroto's idea was that these carbon compounds had been formed in stellar atmospheres, not in 
clouds. He now wished to study the formation of these long-chain molecules more closely. 

He got in touch with Richard E. Smalley, whose research was in cluster chemistry, an important part of 
chemical physics. A cluster is an aggregate of atoms or molecules, something in between microscopic 
particles and macroscopic particles. Smalley had designed and built a special laser-supersonic cluster 
beam apparatus able to vaporise almost any known material into a plasma of atoms and study the design 
and distribution of the clusters. His paramount interest was clusters of metal atoms, e.g. metals included 
in semiconductors, and he often performed these investigations together with Robert F. Curl, whose 
background was in microwave and infra-red spectroscopy. 

Atoms form clusters 

When atoms- in a gas phase condense to form clusters, a series is formed where the size of the clusters 
varies from a few atoms to many hundreds. There are normally two size maxima visible in the 
distribution curve, one around small clusters and one around large. It is often found that cer-tain cluster 
sizes may dominate, and the number of atoms in these is termed a "magic number", a term borrowed 
from nuclear physics. These dominant cluster sizes were assumed to have some special property such as 
high symmetry. 

Fruitful contact 

Through his acquaintanceship with Robert Curl, Kroto learned that it should be possible to use Smalley's 
instrument to study the vaporisation and cluster formation of carbon, which might afford him evidence 
that the long-carbon-chain compounds could have been formed in the hot parts of stellar atmospheres. 
Curl conveyed this interest to Smalley and the result was that on 1 September 1985 Kroto arrived in 
Smalley's laboratory to start, together with Curl and Smalley, the experiments on carbon vaporisation. In 
the course of the work it proved possible to influence drastically the size distribution of the carbon 
clusters where, predominantly, 60 appeared as a magic number but also 70 (Fig. 1). The research group 
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now got something else to think about. Instead of long carbon chains, the idea arose that the C cluster 

- . ^ 60 

could have the structure of a truncated (cut off) icosahedron (Fig. 2) since its great stability was assumed 
to correspond to a closed shell with a highly symmetrical structure. C 6Q was given a fanciful name, 

buckminsterfullerene, after the American architect R. Buckminster Fulter, inventor of the geodesic dome. 
This hectic period ended on 12 September with the despatch of a manuscript entitled C : 

- r 60 

Buckminsterfullerene to Nature. The journal received it on 13 September and published the article on 14 
November 1985. 

Sensational news 

For chemists the proposed structure was uniquely beautiful and satisfying. It corresponds to an aromatic, 
three-dimensional system in which single and double bonds alternated, and was thus of great theoretical 
significance. Here, moreover, was an entirely new example from a different research tradition with roots 
in organic chemistry: producing highly symmetrical molecules so as to study their properties. The 
Platonic bodies have often served as patterns, and hydrocarbons had already been synthesised as 
tetrahedral, cubic or dodecahedral (12-sided) structures. 



Carbon atoms per cluster 

Fig. 1 

Using mass spectroscopy it was found that the size 
distribution of carbon clusters could be drastically 
affected by increasing the degree of chemical 
"boiling" in the inlet nozzle to the vacuum chamber. 
Clusters with 60 and 70 carbon atoms could be 
produced. (Acc. Chem. Res., Vol. 25, No. 3, 1992) 



Fig. 2 

Models of the structures of C 6Q . (Acc. Chem. Res., 
Vol. 25, No. 3, 1992) 
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Further investigations 

To gain further clarity Curl, Kroto and Smalley continued their investigations of C 6Q . They attempted to 
make it react with other compounds. Gases such as hydrogen, nitrous oxide, carbon monoxide, sulphur 
dioxide, oxygen or ammonia were injected into the gas stream, but no effect on the C cn peak recorded in 

60 * 

the mass spectrometer could be. demonstrated. This showed that C 60 was a slow-reacting compound. It 
also turned out that all carbon clusters with an even number of carbon atoms from 40-80 (the interval that 
could be studied) reacted equally slowly. Analogously with C fi0 all these should then correspond to 
entirely closed structures, resembling cages. This was in agreement with Euler's law, a mathematical 
proposition which states that for any polygon with n edges, where n is an even number greater than 22, at 
least one polyhedron can be constructed with 12 pentagons and (n-20)/2 hexagons, which, in simple 
terms, states that it is possible with 12 pentagons and with none or more than one hexagon to construct a 
polyhedron.. For large n many different closed structures can occur, thus also for C, n and it was 
presumably the beautiful symmetry of the proposed structure that gave it the preference. 

The combination of chemical inertia in clusters with even numbers of carbon atoms and the possibility 
that all these could possess closed structures in accordance with Euler's law, led to the proposal that all 
these carbon clusters should have closed structures. They were given the name fullerenes and conceivably 
an almost infinite number of fullerenes could exist. The element carbon had thus assumed an almost 
infinite number of different structures. 

C fi0 and metals 

New experiments were rapidly devised to test the C fi0 hypothesis. Since the C 60 structure is hollow, with - 
room for one or more other atoms, attempts were made to enclose a metal atom. A graphite sheet was 
soaked with a solution of a metal salt (lanthanum chloride, LaCl 3 ) and subjected to 

vaporisation-condensation experiments. Masspectroscopic analysis of the clusters formed showed the 
presence of C 6Q La + . These proved to be photoresistant, i.e. irradiation with intense laser light did not 

remove the metal atoms. This .reinforced the idea that metal atoms were captured inside the case 
structure. - 

The possibility of producing clusters with a metal atom enclosed gave rise to what was termed the 
"shrink-wrapping" experiment. Ions of one and the same size or at least similar sizes were gathered in a 
magnetic trap and subjected to a laser pulse. It then turned out that the laser beam caused the carbon cage 
to shrink by 2 carbon atoms at a time: at a certain cage size, when the pressure on the metal atom inside 
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became too great, the fragmentation ceased. The shell had then shrunk so that it fitted exactly around the 
. metal atom. For C, n Cs + this size was at C . 0 Cs + , for C,.K + it was at C,,K + and for C * at C + . 

oil 4a ' 60 44 60 32 

Further strong evidence gave rise to new chemistry 

At the end of the 1980s, strong evidence was available that the C 60 hypothesis was correct. In 1990 the 
synthesis of macroscopic quantities of C fi0 through carbon arc vaporisation between two graphite 
electrodes permitted the attainment of full certainty - the whole battery of methods for structure 
determination could be applied to C 6Q and other fullerenes and completely confirmed the fullerene 
hypothesis. As opposed to the other forms of carbon the fullerenes represent well-defined chemical 
compounds with in some respects new properties. A whole new chemistry has developed to manipulate 
the fullerene structure, and the properties of fullerenes can be studied systematically. It is possible to 
produce superconducting salts of C fi0 , new three-dimensional polymers, new catalysts, new materials and 
electrical and optical properties, sensors, and so on. In addition, it has been possible, to produce thin tubes 
with closed ends, nanotubes, arranged in the same way as fullerenes. From a theoretical viewpoint, the 
' discovery of the fullerenes has influenced our conception of such widely separated scientific problems as 
the galactic carbon cycle and classical aromaticity, a keystone of theoretical chemistry. No practically 
useful applications have yet been produced, but this is not to be expected as early as six years after 
macroscopic quantities of fullerenes became available. 

Further reading 

Jim Baggott, Perfect Symmetry: The Accidental Discovery of Buchninsterfullerene, Oxford University 
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Solid C 60 : a new form of carbon 

W. Kratschmer*, Lowell D, Lamb 1 , K. Fosiiropoulos* 
& Donald R. Huffman 1 

* Max-Planck-lnstitut fur Kernphysik, 6900 Heidelberg. PO Box 103980, Germany 
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A new form of pure, solid carbon has been syn- 
thesized consisting of a somewhat disordered 
hexagonal close packing of soccer-ball-shaped C 60 
molecules. Infrared spectra and X-ray diffraction 
studies of the molecular packing confirm that the 
molecules have the anticipated 'fullerene' struc- 
ture. Mass spectroscopy shows that the C 70 
molecule is present at levels of a few per cent. 
The solid-state and molecular properties of C 60 
and its possible role in interstellar space can now 
be studied in detail. 



Following the observation that even-numbered clusters of 
carbon atoms in the range C 3 o-C 10 o are present in carbon 
vapour 1 , conditions were found 2 " 4 for which the Cjo molecule 
could be made dominant in the large-mass fraction of vapourized 
graphite. To explain the stability of the molecule, a model was 
proposed of an elegant structure in which the carbon atoms are 
arranged at the 60 vertices of a truncated icosahedron, typified 
by a soccer ball. The structure, dubbed buckminsterfullerene 3 
because of its geodesic nature, has been the subject of several 
theoretical stability tests 5 - 6 and has been discussed widely in the 
literature. Calculations of many physical properties have been 
made, including electron energies 7 ' 9 , the optical spectrum 9 , 
vibrational'' modes 10 "' 3 , and the electric and- magnetic 
properties' 6-17 . There has been speculation on the possible 
chemical and industrial uses of C M (ref. 2), and on its importance 
in astrophysical environments' 8 " 20 . Until now, it has not been 
possible to produce sufficient quantities of the material to permit 
measurement of the physical properties, to test the theoretical 
calculations, or to evaluate the possible applications. 

Some of us have recently reported evidence 21 -" for the pres- 
ence of the Cjo molecule in soot condensed from evaporated 
graphite. The identification was based primarily on the observed 
isotope shifts of the infrared absorptions when 12 C was replaced 
by l3 C, and on comparison of the observed features with theoreti- 
cal predictions. The measured infrared and ultraviolet absorp- 
tion bands were superimposed on a rather large continuum 
background absorption from the graphitic carbon which com- 
prised &95% of the sample. Here we report how to extract the 
carrier of the feaiures from the soot, how to purify it, and 
evidence that the material obtained is in fact primarily €«,. 

Method of production 

The starting material for our process is pure graphitic carbon 
soot (referred to below as simply soot) with a few. per cent by 
weight of C 0 „ molecules, as described in refs 2 1 . 22. It is produced 
by evaporating graphite electrodes in an atmosphere of 
- 100 torr of helium. The resulting black soot is gently scraped 
Irom the collecting surfaces inside the evaporation chamber and 
dispersed in benzene. The material giving rise to the spectral 
features attributed to C^, dissolves to produce a wine-red to 
brown liquid, depending on the concentration. The liquid is 
then separated from the soot and dried using gentle heat, leaving 
a residue of dark brown to black crystalline material. Other 
non-polar solvents, such as carbon disulphide and carbon tetra- 
chloride, can also dissolve the material. An alternative con- 




F1G. 1 Transmission micrograph of typical crystals of the C^, showing thin 
platelets, rods and stars of hexagonal symmetry. 

centration procedure is to heat the soot to 400 °C in a vacuum 
or in an inert atmosphere, thus, subliming the Cso out of the 
soot (W. Schmidt, personal communication). The sublimed coat- 
ings are brown to grey, depending on the thickness. The refrac- 
tive index in the near-infrared and visible is about two. To purify 
the material, we recommend removing the ubiquitous hydrocar- 
bons before the concentration procedure is applied (for example, 
by washing the initial soot with ether). Thin films and powder 
samples of the new material can be handled without special 
precautions and seem to beatable in air for at least several 
weeks, although there does seem to be some deterioration with 
time for reasons that are as yet unclear. The material can be 
sublimed repeatedly without decomposition. Using the 
apparatus described, one person can produce of the order of 
100 mg of the purified material in a day. 

Studies by optical microscopy of the material left after 
evaporating the benzene show a variety of what appear to be 
crystals — mainly rods, platelets and star-like Rakes. Figure 1 
shows a micrograph of such an assemblage. All crystals tend to 
exhibit six-fold symmetry. In transmitted light they appear red 
to brown in colour; in reflected light the larger crystals have a 
metallic appearance whereas the platelets show interference 
colours. The platelets can be rather thin and are thus ideally 
suited for electron-diffraction studies in an electron microscope 
(see the inset in Fig. 31. 

Mass spectroscopy 

The material has been analysed by mass spectrometry at several 
facilities. All mass spectra have a strong peak at mass 720 a.m.u.. 
the mass of C M1 . Significant differences in the spectra occur only 
at masses lower than 300 a.m.u. Most of these differences seem 
to originate from the different ionization techniques and in the 
different methods of desorbing molecules from the sample. Mass 
spectra recorded at low and high resolution are shown in Fig. 
2. The spectra were obtained using a time-of-fiighi secondary-ion 
mass spectrometer"' 1 and a C„, -coated stainless-steel plate. In 
the mass range above 300 a.m.u.. the spectrum is dominated by 
Cc, ions and its fragments I even-numbered clusters of atomic 
carbon), and C-„ ions. In this sample, the ratio of C-„ to C„, is 
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FIG. 2 Low-resolution (top) and high-resolution' time-of-flight 
mass spectra of positive ions obtained from coatings of solid 
CgQ. A 5-keV Ar* ion beam was used to sputter and ionize 
the sample. The isotope pattern (bottom) is approximately 
that expected for molecules composed of 12 C and 13 C 
isotopes of natural abundance. 



—0.1. The high-resolution mass spectrum shows approximately 
the expected isotope pattern for C^. The increasing background 
in the low-resolution mass spectrum is not produced by the 
sample — such backgrounds also occur in blank measurements 
on uncoated stainless-steel substrates. 

So far, the cleanest mass spectra have been obtained when 
the material was evaporated and ionized in the vapour phase 
by electrons. In such spectra the low-mass background is sub- 
stantially reduced and the entire mass spectrum is dominated 
by C 60 ions and its fragments. The ratio of C 70 to Qso in these 
mass spectra is —0.02 and seems to be smaller than that shown 
in Fig. 2. Both ratios are of the order of those reported from 
laser-evaporation experiments 2-3 .. We assume, as previously sug- 
gested 24 , that the C 70 molecule also has a closed-cage structure, 
either elongated 24 or nearly spherical 23 . Further details of the 
mass spectroscopy of the new materia! wili be published else- 
where. 

Structure 

To determine if the molecules form a regular lattice, we 
performed electron and X-ray diffraction studies on the 
individual crystals and on the powder. A typical X-ray diffrac- 
tion pattern of the powder is shown in Fig. 3. To aid in 
comparing the electron diffraction results with the X-ray results 
we have inset the electron diffraction pattern in Fig. 3. From 
the hexagonal array of diffraction spots indexed as shown in 
the figure, a d spacing of 8.7 A was deduced corresponding to 
the (100) reciprocal lattice vector of a hexagonal lattice. Tn« 



most obvious correspondence between the two types of diffrac- 
tion is between the peak at 5.01 A of the X-ray pattern and the 
(110) spot of the electron diffraction pattern, which gives a 
spacing of -5.0 A. Assuming that the C^, molecules are behav- 
ing approximately as spheres stacked in a hexagonal close- 
packed lattice with a c/a ratio of 1.633, d spacings can be 
calculated. The results are shown in Table 1. The values derived 
from this interpretation are a =10.02 A and c= 16.36 A. The 
nearest-neighbour distance is thus 10.02 A. For such a crystal 
structure the density is calculated to be 1.678 gem -2 , which is 
consistent with the value of 1.65 ± 0.05 g cm -3 determined by 
suspending crystal samples in aqueous GaCl 3 solutions of 
known densities. Although the agreement shown in Table 1 is 
good, the absence of the characteristically strong (101) diffrac- 
tion of the hexagonal close-packed structure,, and the broad 
continuum in certain regions suggest that the order. is less than 
perfect. Further, X-ray diffraction patterns from carefully grown 
crystals up to 500 u.m in size with well developed faces yielded 
no clear spot pattern (in contrast to the electron diffraction 
pattern on micrometre-sized crystals). It therefore appears that 
these larger crystals do not exhibit long-range periodicity in all 
directions. 

A likely explanation for these facts lies in the disordered 
stacking of the molecules in planes normal to the c axis. It is 
well known that the positions taken by spheres in the third layer 
of stacking determines which of the close-packed structures 
occurs, the stacking arrangement in a face-centred cubic struc- 
ture being ABCABC ... whereas that in a hexagonal close- 
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FIG. 3 X-ray diffraction pattern of a microcrystalline powder 
of Cso. Inset (upper left) is a single-crystal electron diffraction 
pattern inoexed with Miller indices compatible with the X-ray 
pattern. The pattern is from a thin platelet such as those in 
Fig. l with the electron beam perpendicular to the flat face. 
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packed structure is ABABAB . . . If the stacking sequence varies, 
the X-ray lines owing to certain planes will be broadened by 
the disorder whereas other lines will remain sharp. Such disor- 
dered crystalline behaviour was observed long ago in the 
hexagonal close-packed structure of cobalt 26 "" where X-ray 
diffraction lines such as (101), (102) and (202) were found to 
be substantially broadened by the stacking disorder. Reflections 
from planes such as (002) remain sharp because these planes 
have identical spacings in the face-centred cubic and hexagonal 
close-packed structures. For the planes producing broadened 
diffraction peaks because of this kind of disorder, the following 
condition for the Miller indices (hkl) has been shown to 
apply 27 - 29 : h - k = 3 1 ± 1 (where / is an integer) and / # 0. None 
of these broadened reflections are apparent in the X-ray pattern 
of Fig. 3. This may explain the weakness of the characteristically 
strong (101) peak. Whether or not this stacking disorder is 
related to the presence of the possibly elongated C 70 molecule 
has yet to be determined. 

In small crystals at least, the Cao molecules seem to assemble 
themselves into a somewhat ordered array as if they are 
effectively spherical, which is entirely consistent with the 
hypothesis that they are shaped like soccer balls. The excess 
between the nearest-neighbour distance (10.02 A) and . the 
diameter calculated for the carbon cage itself (7.1 A) must 
represent the effective van der Waals diameter set by the repul- 
sion of the it electron clouds extending outward from each 
carbon atom. Because the van der Waals diameter of carbon is 
usually considered to be 3.3-3.4 A the packing seems a little 
tighter than one might expect for soccer-ball-shaped 
molecules. The reason for this has not yet been determined. 

In summary,, our diffraction data imply that the substance 
isolated is at least partially crystalline. The inferred lattice con- 
stants, when interpreted in terms of close-packed icosahedral 
C (A , yield a density consistent with the measured value. Further 
evidence that the molecules are indeed buckminsterfullerene 
and that the solid primarily consists of these molecules comes 
from the spectroscopic results. 

Spectroscopy 

The absorption spectra of the graphitic soor'-" showed 
evidence for the presence of C M , in macroscopic quantities. 
Following the purification steps described above the material 
can be studied spectroscopically with the assurance that the 
spectra are dominated by C W1 , with some possible effects from 
C-„. Samples were prepared for spectroscopy by subliming pure 
material onto transparent substrates for transmission measure-, 
ments. Depending on the pressure of helium in the sublimation 
chamber, the nature of the coatings can range from uniform 
films (at high vacuum) tocoatings of C N , smoke (sub-micrometre 
microcrystalline panicles of solid C N1 ) with the panicle size 
depending to some e.tteni on the pressure. 

Figure 4 shows the transmission spectrum of an -2-^m-lhick 
C„„ coating on a silicon substrate. The infrared bands are at the" 
same positions as previously reported 1 ' ", with the four most 
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FIG. 4 Infrared absorption spectrum of a coating. -2 u.m thick, of solid Cbo 
on a silicon substrate, referenced to a clean silicon substrate. Apparent 
negative absorptions are due to the coating acting in part as a non-reflecting 
layer. 

intense lines at 1,429, 1,183, 577 and 528 cm -1 ; here, however, 
there is no underlying continuum remaining from the soot. In 
many of our early attempts to obtain pure Qo, there was a 
strong band in the vicinity of 3.0 jim, which is characteristic of 
a CH-stretching mode. After much effort this contaminant was 
successfully removed by washing the soot with ether and using 
distilled benzene in the extraction. The spectrum in Fig. 4 was 
obtained when the material cleaned in such a manner was 
sublimed under vacuum onto the substrate. The spectrum shows 
very little indication of CH impurities. Vibrational modes to 
compare with the measured positions of the four strong bands 
have been calculated by several workers 10 " 13 . As noted pre- 
viously, the presence of only four strong bands is expected for 
the free, truncated icosahedral molecule with its unusually high 
symmetry. Also present are a number of other weak infrared 
lines which may be due to other causes, among which may be 
absorption by the C 70 molecule or symmetry-breaking produced 
(for example) by isotopes other than l2 C in the Cgo molecule 
or by mutual interaction of the molecules in the solid. 
Weaker features at -2,330 and 2,190 cm" 1 , located in the vicinity 
of the free C0 2 and GO stretching modes, may imply some 
attachment or the C0 2 or CO to a small fraction of the total 
number of C M molecules. Another notable feature is the peak 
at 675 cm" 1 , which is weak in the thin-film substrates but almost 
as strong as the four main features in the crystals. We suspect 
that this vibrational mode may be of solid state rather than 
molecular origin. 
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FIG. 5 Visible-ultraviolet absorption spectra of two thicknesses of solid Cso 
on quartz. The calculated' positions ana relative oscillate strengths for 
allowed transitions of C^, are shown on the bottom. 



Figure 5 shows an absorption spectrum taken. on- a uniform 
film coated on a quartz glass substrate. The ultraviolet features 
are no longer obscured by the graphitic carbon background as 
in our previous spectra 22 . Broad peaks at 216, 264 and 339 nm 
dominate the spectra. Weaker structures show up in the visible, 
including a plateau between -460 and 500 nm and a small peak 
near 625 nm. At the bottom of Fig. 5 we have shown positions 
and relative oscillator strengths taken from Larsson, Volosov 
and Rosen' calculated for the molecule. They also reported 
a variety of forbidden bands with the lowest energy ones in the 
vicinity of 500 nm. There seems to be a rough correspondence 
between our measurements on solid films and the allowed transi- 
tions predicted for the molecule. The possibility exists, however, 
that one or more of the absorption features shown in Fig. 5 are 
due to C 70 - We still do not observe a band at 386 nm in our 
films, as observed 30 using a laser depletion spectroscopy method 
and attributed to the C M molecule. Quite similar spectra to that 
in. Fig. 5 have been recorded for microcrystalline coatings 
deposited at helium pressures of lOOtorr, for example. The 
peaks occur at the slightly shifted positions of 219, 268 and 
345 nm. 

Possible interstellar dust 

The original stimulus for the work 2 that led to the hypothesis 
of the soccer-ball-shaped C M molecule, buckminsterfullerene, 
was an interest in certain unexplained features in the absorption- 
and emission spectra of interstellar matter. These include an 
intense absorption band at 217 nm which has long been 
attributed to small panicles of graphite", a group of unidentified 
interstellar absorption bands in the visible that have defied 
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explanation for more than 70 years 31 ", and several strong 
emission bands attributed to polycyclic . aromatic 
hydrocarbons • . Based on the visible and infrared absorption 
spectra of Figs 4 and 5, we do not see any obvious matches with 
the interstellar features. The ultraviolet band at 216-219 nm has 
• a similar peak wavelength to an interstellar feature, although 
the other strong bands of the spectrum have no interstellar 
counterparts. As the influence of C 70 absorptions "on the spec- 
trum is not yet known, a conclusive comparison with the 217-nm 
interstellar band is difficult. We note that the visible-ultraviolet 
spectrum presented here is characteristic of a solid, rather than 
of free molecules. In addition, these new results do not relate 
directly to absorption in the free C£, molecular ion, which has 
been envisaged 19 to explain the diffuse interstellar bands. 
Nevertheless, these data should now provide guidance for poss- 
ible infrared detection of the C M molecule, if it is indeed as 
ubiquitous in the cosmos as some have supposed. 

Summary 

To our method for producing macroscopic quantities of Cso', 
we have added a method for concentrating it in pure solid form. 
Analyses including mass spectroscopy, infrared spectroscopy, •" 
electron diffraction and X-ray diffraction leave little doubt that 
we have produced a solid material that apparently has not been 
reported previously. We call the solid fulierite as a simple 
extension or the shortened term fullerene, which has been 
applied to the large cage-shaped molecules typified by buckmin- 
sterfullerene (C 60 ). The various physical and chemical properties 
of C M can now be measured and speculations concerning its 
potential uses can be tested. Q 
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EXHIBIT CI 

53 . A solid carbon product prepared by the process comprising: 

(a) vaporizing a carbon source in the presence of an inert quenching gas under 
conditions effective to provide a sooty carbon product comprising C6o molecules; 

(b) depositing the sooty carbon product on a collecting substrate; 

(c) removing the sooty carbon product form the collecting substrate; 

(d) contacting the sooty carbon product with a non-polar organic solvent effective 
to dissolve C6o molecules, said solvent being present in an amount effective to dissolve the C60 
molecules in said sooty carbon product; and 

(e) recovering from said resulting product formed when the sooty carbon product 
was contacted with said solvent a solid carbon product comprising C6o in a macroscopic amount. 

54. The solid carbon product of Claim 53 in which the carbon in step (a) is vaporized in an 
evacuated reactor. 

55. The solid carbon product of Claim 54 in which the carbon source of step (a) is vaporized in 
an evacuated bell jar. 

56. The solid carbon product of Claim 53 in which the carbon source subject to vaporization in 
step (a) is graphite. 

57. The solid carbon product of Claim 53 in which the carbon source subject to vaporization in 
step (a) is graphite rods. 



58. The solid carbon product of Claim 53 wherein the carbon source is vaporized in step (a) 
through heating the carbon source by means of an electrical current of sufficient intensity to 
produce the sooty carbon product. 

59. The solid carbon product of Claim 58 wherein the electrical current is about 100 amps. 

60. The solid carbon product of Claim 53 wherein the inert quenching gas of step (a) is a noble 
gas. 

61. The solid carbon product of Claim 53 wherein the carbon source is vaporized in step (a) at a 
pressure ranging from 50 torr to 400 torr. 

62. The solid carbon product of Claim 61 wherein the carbon is vaporized in step (a) at 
approximately 100 torr. 

63. The solid carbon product of Claim 53 wherein the carbon is vaporized in step (a) at a 
pressure ranging from about 2 to 3 atmospheres. 

64. The solid carbon product of Claim 53 wherein the collecting substrate in step (b) is a glass 
surface. 

65. The solid carbon product of Claim 60 wherein the inert gas is helium or argon. 
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66. The solid carbon product of Claim 53 wherein the non-polar organic solvent of step (d) is 
carbon dissulfide, benzene, carbon tetrachloride or toluene. 

67. The solid carbon product of Claim 66 wherein the solvent is benzene. 

68. The solid carbon product of Claim 66 wherein the solvent is carbon tetrachloride. 

69. The solid carbon product of Claim 53 wherein recovery step (e) comprises evaporating the 
solvent. 

70. The solid carbon product of Claim 53 further comprising C 7 o. 

71 . The solid carbon product of Claim 53 further comprising: 

(f) purifying the carbon product of step (e) to obtain C«). 

72. The solid product of Claim 71 wherein the purification of step (f) is sublimation at 300- 
400°C, fractional crystallization, column chromatography, capillary electrophoresis, HPLC, 
preparative thin layer chromatography, crystallization or extraction. 

73. A formed or molded product comprising crystalline C6o- 
75. A free flowing particulate comprised of crystalline Ceo- 



3 



H:\work\151 1\7913Z\MISCY7913Z.EXHIBIT Cl.doc 



80. A formed or molded product comprising solid C70. 



8 1 . A free-flowing particulate comprising solid C70. 



84. Substantially pure C6o- 



85. Substantially pure solid C60. 



86. C60 in a macroscopic amount. 



89. Substantially pure C70. 



90. Substantially pure solid C70. 



92. Crystalline C 6 o. 



93. Crystalline C 7 o- 



94. Substantially pure crystalline C60. 



95. Substantially pure crystalline C70. 



96. C70 in a macroscopic amount. 
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102. A macroscopic amount of substantially pure C60- ' , 

103. A macroscopic amount of substantially pure C70. 

104. A formed or molded product comprising C70, said C70 being present in a macroscopic 
amount. 

105. A free flowing particulate comprising C70, said C70 being present in a macroscopic amount. 

106. A formed or molded product comprising C60, said C60 being present in a macroscopic 
amount. 

107. A free flowing particulate comprising C60, said C60 being present in a macroscopic amount. 

1 1 1 . A solid comprising C60, said C60 being present in a macroscopic amount. 

1 12. A solid comprising C70, said C70 being present in a macroscopic amount. 

1 13. A sooty product comprising C^o, the C60 in said sooty product being present in sufficient 
concentration to allow a macroscopic amount of said C60 to be separated therefrom. 

114. A sooty product comprising C70, the C70 in said sooty product being present in sufficient 
concentration to allow a macroscopic amount of said C70 to be separated therefrom. 
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119. A sooty carbon product prepared by the process comprising: 

(a) vaporizing a carbon source in the presence of an inert gas to provide a vapor of 

carbon atoms, 

(b) quenching said vapor of carbon in said inert gas under conditions effective to 
nucleate and condense said vapor of carbon atoms into a sooty carbon product comprising C6o 
molecules, said C6o molecules being present in said sooty carbon in sufficient concentrations to 
allow a macroscopic amount of C60 to be separated from said soot. 

122. The sooty carbon product of Claim 1 13, additionally comprising C70. 

123. The sooty carbon product of Claim 119 additionally comprising C70. 

124. The sooty carbon product of Claim 1 19 in which the carbon source subject to vaporization 
in step (a) is graphite or amorphous or glassy carbon. 

125. The sooty carbon product of Claim 1 19 in which the carbon source subject to vaporization 
in step (a) is graphite. 

126. The sooty carbon product of Claim 1 19 in which the carbon source subject to vaporization 
in step (a) is graphite rods. 

127. The sooty carbon product of Claim 1 19 in which the carbon source in step (a) is vaporized 
in an evacuated reactor. 
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128. The sooty carbon product of Claim 1 19 in which the carbon source in step (a) is vaporized 
in an evacuated bell jar. 

129. The sooty carbon product of Claim 1 19 in which the inert gas is a noble gas. 

130. The sooty carbon product of Claim 129 in which the noble gas is helium or argon. 

131. The sooty carbon product of Claim 1 1 9 in which the process is conducted at a pressure 
. sufficient to nucleate said carbon vapor. 

1 32. The sooty carbon product of Claim 1 3 1 in which the pressure ranges from 60 torr to 400 
torr. 

141 . A solid carbon product prepared by the process comprising: 

(a) evaporating a carbon source in the presence of an inert quenching gas under 
conditions effective to produce a sooty carbon product containing Ceo, said C6o being present in 
said sooty carbon product in sufficient concentration to allow a macroscopic amount of said C6o 
to be separated from said sooty product; 

(b) collecting the sooty carbon product produced therefrom; 

(c) subliming the carbon product comprising Ceo from the sooty carbon product; 

and 

(d) condensing the sublimed carbon product comprising C6o- 
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142. The solid carbon product of Claim 141 wherein the sublimation occurs at a temperature 
ranging from 300°-400°C. 

143. The solid carbon product of Claim 142 wherein step (c) comprises heating the carbon 
product comprising C6o in a vacuum or inert atmosphere at effective sublimation temperatures to 
extract the carbon product comprising C6o from said sooty carbon product. 

144. The solid carbon product of Claim 141 in which the carbon source in step (a) is vaporized 
in an evacuated reactor. 

145. The solid carbon product of Claim 144 in which the carbon in step (a) is vaporized in an 
evacuated bell jar. 

146. The solid carbon product of Claim 141 in which the carbon subject to vaporization in step 
(a) is graphite. 

147. The solid carbon product of Claim 141 in which the carbon subject to vaporization in step 
(a) is graphite rods. 

148. The solid carbon product of Claim 141, wherein the carbon source in step (a) is vaporized 
by passing an electric current of sufficient intensity to produce a sooty carbon product. 

149. The solid carbon product of Claim 148, wherein the electrical current is about 100 amps. 
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150. The solid carbon product of Claim 141, wherein the inert quenching gas of step (a) is a 
noble gas. 

-151. The solid carbon product of Claim 141, wherein the carbon source in step (a) is vaporized 
at a pressure ranging from 50 torr to 400 torr. 

152. The solid carbon product of Claim 151, wherein the carbon source is vaporized in step (a) 
at approximately 100 torr. 

153. The solid carbon product of Claim 53, wherein the collecting substrate in step (b) is a glass 
surface. 

1 54. The solid carbon product of Claim 150, wherein the noble gas is helium or argon. 

155. The solid carbon product of Claim 141, wherein C70 is additionally present. 

156. The solid carbon product of Claim 155 wherein C70 is separated from C 6 o by sublimination, 
column chromatography, fractional crystallization, capillary electrophoresis, HPLC, preparative 
thin layer chromatography, or extraction. 

157. The solid carbon product of Claim 155, wherein the C 70 is separated from C60 by 
sublimation. 
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162. The solid carbon product according to Claim 155, wherein the C70 is present in a 
macroscopic amount. 

165. A solid comprising a macroscopic amount of crystalline C60. 

166. A solid comprising a macroscopic amount of crystalline C70. 

167. A carbon product comprising a macroscopic amount of solid C6o- 

168. A carbon product comprising a macroscopic amount of solid C70. 

169. The carbon product of Claim 1 67, wherein the solid C60 is crystalline C6o- 

170. The carbon product of Claim 168, wherein the solid C70 is crystalline C70 
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EXHIBIT C2 



53. A solid carbon product prepared by the process comprising: 

(a) vaporizing a carbon source in the presence of an inert quenching gas under 
conditions effective to provide a sooty carbon product comprising Ceo molecules; 

(b) depositing the sooty carbon product on a collecting substrate; 

(c) removing the sooty carbon product form the collecting substrate; 

(d) contacting the sooty carbon product with a non-polar organic solvent effective 
to dissolve molecules, said solvent being present in an amount effective to dissolve the C6o 
molecules in said sooty carbon product; and 

(e) recovering from said resulting product formed when the sooty carbon product 
was contacted with said solvent a solid carbon product comprising C6o in a macroscopic amount. 

54. The solid carbon product of Claim 53 in which the carbon in step (a) is vaporized in an 
evacuated reactor. 

55. The solid carbon product of Claim 54 in which the carbon source of step (a) is vaporized in 
an evacuated bell jar. 

56. The solid carbon product of Claim 53 in which the carbon source subject to vaporization in 
step (a) is graphite. 

57. The solid carbon product of Claim 53 in which the carbon source subject to vaporization in 
step (a) is graphite rods. 



58. The solid carbon product of Claim 53 wherein the carbon source is vaporized in step (a) 
through heating the carbon source by means of an electrical current of sufficient intensity to 
produce the sooty carbon product. 

59. The solid carbon product of Claim 58 wherein the electrical current is about 100 amps. 

60. The solid carbon product of Claim 53 wherein the inert quenching gas of step (a) is a noble 
gas. 

61 . The solid carbon product of Claim 53 wherein the carbon source is vaporized in step (a) at a 
pressure ranging from 50 torr to 400 torr. 

62. The solid carbon product of Claim 61 wherein the carbon is vaporized in step (a) at 
approximately 100 torr. 

63. The solid carbon product of Claim 53 wherein the carbon is vaporized in step (a) at a 
pressure ranging from about 2 to 3 atmospheres. 

64. The solid carbon product of Claim 53 wherein the collecting substrate in step (b) is a glass 
surface. 

65. The solid carbon product of Claim 60 wherein the inert gas is helium or argon. 
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66. The solid carbon product of Claim 53 wherein the non-polar organic solvent of step (d) is 
carbon disulfide, benzene, carbon tetrachloride or toluene. 

67. The solid carbon product of Claim 66 wherein the solvent is benzene. 

68. The solid carbon product of Claim 66 wherein the solvent is carbon tetrachloride. 

69. The solid carbon product of Claim 53 wherein recovery step (e) comprises evaporating tfc 
solvent. 

70. The solid carbon product of Claim 53 further comprising C 7 o- 

71 . The solid carbon product of Claim 53 further comprising: 

(f) purifying the carbon product of step (e) to obtain Ceo- 

72. The solid product of Claim 71 wherein the purification of step (f) is sublimation at 300- 
400°C, column chromatography, capillary electrophoresis, preparative thin layer 
chromatography, crystallization or extraction. 

73 A formed or molded product comprising crystalline C 6 o- 
75. A free flowing particulate comprised of crystalline C6o- 
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80. A formed or molded product comprising solid C 7 o- 



81. A free-flowing particulate comprising solid C70. 



84. Substantially pure C6o- 



85. Substantially pure solid C 6 o- 



86. C60 in a macroscopic amount. 



89. Substantially pure C 7 o- 



90. Substantially pure solid C 70 . 



92. Crystalline C 6 o- 



93. Crystalline C 70 . 



94. Substantially pure crystalline C6o- 



95. Substantially pure crystalline C 7 o- 
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96. C70 in a macroscopic amount. 

102. A macroscopic amount of substantially pure Ceo- 

103. A macroscopic amount of substantially pure C70. 

104. A formed or molded product comprising C70, said C70 being present in a macroscopic 
amount. 

105. A free flowing particulate comprising C70, said C70 being present in a macroscopic amount. 

106. A formed or molded product comprising C60, said C60 being present in a macroscopic 
amount. 

107. A free flowing particulate comprising C60, said C60 being present in a macroscopic amount. 

1 1 1 . A solid comprising C60, said C60 being present in a macroscopic amount. 

1 12. A solid comprising C70, said C70 being present in a macroscopic amount. 

1 13. A sooty product comprising C60, the C60 in said sooty product being present in sufficient 
concentration to allow a macroscopic amount of said C60 to be separated therefrom. 
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1 14. A sooty product comprising C70, the C 7 o in said sooty product being present in sufficient 
concentration to allow a macroscopic amount of said C70 to be separated therefrom. 

1 1 9. A sooty carbon product prepared by the process comprising: 

(a) vaporizing a carbon source in the presence of an inert gas to provide a vapor of 

carbon atoms, 

(b) quenching said vapor of carbon in said inert gas under conditions effective to 
nucleate and condense said vapor of carbon atoms into a sooty carbon product comprising C60 
molecules, said C60 molecules being present in said sooty carbon in sufficient concentrations to 
allow a macroscopic amount of to be separated from said soot. 

122. The sooty carbon product of Claim 1 13, additionally comprising C70. 

123. The sooty carbon product of Claim 119 additionally comprising C70. 

124. The sooty carbon product of Claim 1 19 in which the carbon source subject to vaporization 
in step (a) is graphite or amorphous or glassy carbon. 

125. The sooty carbon product of Claim 1 19 in which the carbon source subject to vaporization 
in step (a) is graphite. 

126. The sooty carbon product of Claim 1 19 in which the carbon source subject to vaporization 
in step (a) is graphite rods. 
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127,. The sooty carbon product of Claim 1 19 in which the carbon source in step (a) is vaporized 
in an evacuated reactor. 

128. The sooty carbon product of Claim 1 19 in which the carbon source in step (a) is vaporized 
in an evacuated bell jar. 

129. The sooty carbon product of Claim 1 19 in which the inert gas is a noble gas. 

130. The sooty carbon product of Claim 129 in which the noble gas is helium or argon. 

131. The sooty carbon product of Claim 1 1 9 in which the process is conducted at a pressure 
sufficient to nucleate said carbon vapor. 

132. The sooty carbon product of Claim 13 1 in which the pressure ranges from 60 torr to 400 
torr. 

141 . A solid carbon product prepared by the process comprising: 

(a) evaporating a carbon source in the presence of an inert quenching gas under 
conditions effective to produce a sooty carbon product containing C6o, said Ceo being present in 
said sooty carbon product in sufficient concentration to allow a macroscopic amount of said C6o 
to be separated from said sooty product; 

(b) collecting the sooty carbon product produced therefrom; 
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and 



(c) subliming the carbon product comprising C6o from the sooty carbon product; 

(d) condensing the sublimed carbon product comprising C60- 



142. The solid carbon product of Claim 141 wherein the sublimation occurs at a temperature 
ranging from 300°-400°C. 

143. The solid carbon product of Claim 142 wherein step (c) comprises heating the carbon 
product comprising C6o in a vacuum or inert atmosphere at effective sublimation temperatures to 
extract the carbon product comprising C6o from said sooty carbon product. 

144. The solid carbon product of Claim 141 in which the carbon source in step (a) is vaporized 
in an evacuated reactor. 

145. The solid carbon product of Claim 144 in which the carbon in step (a) is vaporized in an 
evacuated bell jar. 

146. The solid carbon product of Claim 141 in which the carbon subject to vaporization in step 
(a) is graphite. 

147. The solid carbon product of Claim 141 in which the carbon subject to vaporization in step 
(a) is graphite rods. 



8 



H:\woik\151 l\7913Z\MISC\7913Z.EXHffiIT C2.doc 



148. The solid carbon product of Claim 141, wherein the carbon source in step (a) is vaporized 
by passing an electric current of sufficient intensity to produce a sooty carbon product. 

149. The solid carbon product of Claim 148, wherein the electrical current is about 100 amps. 

150. The solid carbon product of Claim 141, wherein the inert quenching gas of step (a) is a 
noble gas. 

151. The solid carbon product of Claim 141 , wherein the carbon source in step (a) is vaporized 
at a pressure ranging from 50 torr to 400 torr. 

152. The solid carbon product of Claim 151, wherein the carbon source is vaporized in step (a) 
at approximately 100 torr. 

153. The solid carbon product of Claim 53, wherein the collecting substrate in step (b) is a glass 
surface. 

154. The solid carbon product of Claim 150, wherein the noble gas is helium or argon. 

155. The solid carbon product of Claim 141, wherein C70 is additionally present. 
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156. The solid carbon product of Claim 155, wherein C70 is separated from C60 by sublimation, 
column chromatography, fractional crystallization, capillary electrophoresis, preparative thin 
layer chromatography, or extraction. 

157. The solid carbon product of Claim 155, wherein the C70 is separated from C60 by 
sublimation. 

158. -161. (Cancelled) 

162. The solid carbon product according to Claim 155, wherein the C70 is present in a 
macroscopic amount. 

165. A solid comprising a macroscopic amount of crystalline C60. 

166. A solid comprising a macroscopic amount of crystalline C70. 

167. A carbon product comprising a macroscopic amount of solid C60- 

168. A carbon product comprising a macroscopic amount of solid C70. 

169. The carbon product of Claim 167, wherein the solid C«) is crystalline C60- 

170. The carbon product of Claim 168, wherein the solid C70 is crystalline C70. 
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PATENTS 

IN THE UNITED STATES PATENT AND TRADEMARK OFFICE 

Applicant (a) : Donald R. Huffman Examiner: 
Serial No.: 08/236,933 Art Unit: 

Filed: May 2, 1994 Docketr 7913ZAZY 

For: NEW FORM OF CARBON 

Assistant Commissioner for Patents 
Washington, DC 20231 

DECLARATION OF Harold W. KrotQ UNDER 37 C.F .R. Si. 132 

Sir: 

. 1/ Harold W. Xroto, Ph. D. / declare and say as follows: 

1. I am the Royal Society Research Professor in the School of 
Chemistry and Molecular Sciences at the University of Sussex, 
Brighton, United Kingdom. I have attached for the convenience of 
the United States Patent Office a copy of my curriculum vitae as 
Exhibit 1, which describes my credentials and demonstrates my 
expertise in the area of fullerenes. 

2, I have reviewed the above- identified application, the 
Preliminary Amendment therein and the following reference 
documents, which I understand to be cited in support of a 
rejection of the present application. 

1. an article by K.S. Day, et al . , nature Physical 
Science 1973 , 243, 50-5.1. 

2. an article by Iijima, et al., in J.Phvs. Chem. 
1987 . 91, 3466-3467. ("Iijima et al". ) . 

3. Translation of Russian Patent No. 1,587,000. 

4. U.S. Patent No. 2,957,756 to R. Bacon. 

5. an article by Kappler, et al., in J. App. Phys., 
1979 , 50, 308-316. 
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3. The application teaches in clear detail to the skilled 
artisan the preparation of fullerenes, including C 6tJ , in 
quantities that were never recognizably achieved before the 
discovery by Huffman and Kratschmer described in the application; 
Specifically, the application describes methods for the 
production of C 6Q and c vo in macroscopic amounts, i.e., amounts 
that could be seen with the naked eye (inherently at least 10" 
molecules of product). That discovery for the first time 
permitted the researchers to confirm the existence and structure 
of these materials, including subjecting them to general testing 
of their detailed properties and characteristics, which had . 
theretofore only been projected based upon educated speculation 
and calculation, grounded upon circumstantial evidence of their 
existence. 

4. I am intimately familiar with the literature concerning and 
was personally involved in the search for C AO and the greater 
fullerene family: for convenience, one may refer particularly to 
our review of the literature through 1990 described in an article 
entitled "C 6Q Buckminsterf ullerene , in Chenu Rev. 1991, 1231-1235 
attached hereto as Exhibit 2 and for my personal involvement in 
the research effort in my. article entitled " C eo : Buckminster- 

f ullerene, the Celestial Sphere that Fell to Earth" in Angewandte 
Chemie I.E.E. 1992 , 31, 111-129, attached as Exhibit 3. 



5. I believe it is fair to say that I am among the recognized 
experts in the subject of fullerenes, and that I was quite 
cognizant of the state of the art in 1990, and of the early 
attempted preparation and identification of fullerenes, 
especially C eo and Ct. 0 . 
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6- I am familiar with the work of Huffman and Kratschmer on this 
subject having closely followed their research as described in 
the Anaewandte Chemie article referred to above and attached as 
Exhibit 3. 



7. I am also familiar with the methods described in the above- 
identified patent application of Huffman and Kratschmer and 
utilize their principles regularly in producing quantities of C 
for research purposes in our laboratories/ 



so 



8. In my professional opinion the methods for producing the 
fullerenes, including C 60 , are described in the application in 
such manner as to enable one skilled in the art. to make and use 
the same. 

9. in my professional opinion, the reference documents listed in 
paragraph 2 hereinabove, taken individually or collectively, do 
not teach nor do they claim to teach methods for the production 
of fullerenes, including C so ; nor is there provided evidence of 
the production of any such product. Specifically, it cannot be 
stated that there is any reliable scientific evidence of the 
formation of C so or C 7Q in any of the references, and no 
assertion is made that quantities of c 6Q or were made. In 
fact, any such assertion would be entirely speculative and 
unsupported; to my knowledge, no researcher had proven possession 
of c ao or C vo prior to Huffman and Kratschmer. 

While Iijima et al alleges that they saw a molecule of 

< 

C 60 in the middle of a carbon particle this conclusion is 
similarly entirely. speculative and unsupported by the evidence. 
Furthermore, Iijima et al did not report in that article a 
methodolgy capable of producing and isolating fullerenes xn 
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10 . The realization by Huffman and Kratschmer of maeroscopic 
quantities of fullerene and the isolation and characterization of 
Cao and c 70 by the methods described in the above-identified 
application is recognized by the knowledgeable scientific 
community as a long awaited and much needed breakthrough; it was 
surprising that relatively high yields of fullerene such as C eo 
could be achieved by these methods, as it was expected that no 
more than < 1/10000 parts of target molecules would exist in the 
soot product and that it would require very sophisticated 
equipment to isolate quantities of material required to establish 
and confirm the existence of the products. The difficulties that 
existed in the quest for C eo are well elaborated in the article 
entitled "Fullerenes" by Robert F. Curl and Richard E. Smalley, 
printed in Scientific American , Oct. 1991, pp. 54-62 attached 
hereto as Exhibit 4 . 

11. Although the discovery described in the Huffman and 
Kratschmer application may seem, simplistic to the uninformed, 
especially in hindsight, their discovery was quite remarkable. 
This is readily appreciated if one considers the historical 
perspective. Ever since the detection of C eo by the 
collaborative efforts of the Smalley and Kroto groups in 1985, as 
described in the article in Nature , 1985, 318, 162-163, attached 
hereto as Exhibit 5, experts, such as Drs. Smalley and myself, 
both together and separately worked to prepare fullerenes on a 
larger scale. For five long years, many attempts were tried, but 
each were unsuccessful. Finally, to my knowledge, one group, 
Huffman and Kratschmer, were the first to find a methodology 
capable of, producing and isolating fullerenes, such as C« Q , in 
macroscopic amounts. This methodology is described in their 
application and satisfied a long felt need in this area. 
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12. Furthermore, one should not underestimate the significance 
of their discovery. For the first tine, scientists were able to 
produce and work with samples of fullerenes. They were able to 
confirm the theoretical predictions about fullerenes and continue 
to explore new properties of same. Their discovery spawned 
enormous scientific interest. As a consequence, innumerable 
investigations and studies relating to fullerenes were conducted, 
generating more than four thousand publications on the subject. 
In short, I cannot emphasize enough that their discovery 
revolutionized the area of fullerenes. 

13 . I have been requested as well to examine the claims 
presented by applicants Huffman and Kratschmer. I am not 
qualified in the law as to the interpretation of claims; but as a 
scientist knowledgeable in this art, I find the qualifying terms 
to be aptly descriptive of the methods described and the products 
produced in the above-identified application, consistently with 
scientific usage at the time the application was filed. 

14. I further assert that the term "macroscopic" aptly and 
correctly characterizes the breakthrough made by Huffman and 
Kratschmer in permitting isolation and characterization of the 
fullerenes C eo and C, 0 , in that the term expressly denotes that 
which can be seen (and therefore tested); that usage is 
consistently employed in my papers and reviews on the subject 
entirely independently of Huffman and Kratschmer. 



15. In my professional judgement, the above-identified 
application adequately teaches to the skilled artisan how to make 
macroscopic amounts of the fullerenes including C eo and C 70 ; 
furthermore, there is ample evidence in the application that 
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Huffman and Kratschmer bad in their possession macroscopic 
amounts of these products. 

16. I have been among those who sought an appropriate name for 
this family of often co-produced structurally related material 
and based upon structure and the historical connection with the 
geodesic dome structures of Buckminster Fuller, I introduced the 
name of f ullerenes for these molecules in 1987 which was later 
accepted by the scientific community fullerene by about 1990, and 
this has become the accepted formal name for these materials, 
e.g., [60] fullerene and [70] fullerene. I refer in particular 
to the definition I. prepared for McGraw-Hill appearing in McGraw 
Hill Concise Encyclopedia q£ Scienc e & Technology, 3rd eft. p. 819 



(1994). 

17. in summary, I am pleased to lend support to the applications 
of Huff man and Kratschmer for patent protection; as a researcher 
in the guest for C 60 I can keenly appreciate the significance' of 
the defining events reflected in the present application; I can, 
from my own experience, state with confidence that despite our 
circumstantial evidence of the existence of these molecules, the 
inevitable speculation and calculations of properties, and our 
own convictions, given our knowledge at the time, it was by no 
means predictable nor obvious to one skilled in. the art that 
fullerenes, sucti as C eo or C. 0 , would be recovered in macroscopic 
quantities by the methods described by Huffman and Kratschmer in 
the above-identified application, nor to the best of my 
knowledge, had such results been claimed. 

13. I further declare that all statements made herein of my own 
knowledge are true and that all statements made on information 
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statements and the like so make are punishable by fine or 
imprisonment or both under section 1001, Title 18 of United 
States Code and that such willful false statements may jeopardize 
the validity of the application or any patent issuing thereon. 

Kroto, Ph. D. 
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Science Research Institute Inaugural Meeting (Salford) 
Student Chemical Society Centenary Meeting (Sheffield) 
Berzelius Dagafna (Stockholm) 

European Physical Society - Hewlett Packard Prize Lecture (Madrid) 

Sussex University Science Teachers Conference (Sussex) 

World Affairs Conference (Boulder, Colorado) (x2) 

Cluster Workshop (Ameland, Netherlands) (x4) 

3rd Workshop on Advances in Phys Chem (Nanjing, China) 

Cursos de Verano Fullerene Workshop (El Escorial, Spain) 

LVMH Science pour I'art Prize lecture (Paris, France) 

Gordon Conference (Ceramic Materials) New Hampshire (special lecture) 

Materials Research Soc Meeting (Boston) 

Named/Special Lectureships 

1992 Probst Lecture - Southern Illinois Univ (USA) 

1993 Cherwell-Simon Lecture (Oxford) 
Steinhofer Lecture (Kaiserslautern) 



Dreyfus Lecture (UCLA) 

John Coffin Memorial Lecture (University of London) 
30th Anniv Lecturer (Chinese Univ of Hong Kong) 

1994 Brode Lecturer (Whitman College, Washington, USA) 
Winegard Lecturer (Guelph University, Ontario, Canada) 
Kolthoff Lecturer (University of Minnesota, USA) 
Rayleigh Lecturer (Harrow School 

Chemical Inst of Canada Lecturer (Sherbrook University, Quebec, Canada) 
Distinguished lecturer (University of Kentucky, Center for Applied Energy Research) 

1995 Werner Lecturer (Trinity College, Dublin) 
Tizard Lecturer (Westminster, School) 

Research Seminars (Overseas) 

1974 Bell Telephone Labs (NJ), NRC (Ottawa), UBC (Vancouver) 

1976 Paris Sud (Orsay), Harvard, NRC (Ottawa) 

1977 Lille, Brussels, Montreal, Waterloo 

1978 Cal. State (L.A.), Cal Tech.(Pasadena), Arizona (Tucson), USC(Los Angeles), Herzberg 
Institute (NRC, Ottawa), UC Berkeley 

1979 UBC (Vancouver), Montreal 

1980 IBM (San Jose), UC Santa Barbara, USC (Los Angeles), Chemical Society Zurich 

1981 UC Berkeley 

1982 Trinity College (Dublin), NRC. (Ottawa) 

1983 Basel, Kiel, Giessen, Inst.Rudger Boskovic (Zagreb) 

1985 ETH (Zurich), Basel, Inst. R. Boskovic (Zagreb), Rice Univ. (Houston), Texas A&M, 
Texas Tech. 

1986 Harvard, Guelph-Waterloo, Aachen (Tech Hochschule), Chicago 

1987 USC (Los Angeles), UCLA (Astron), Berkeley, JPL (Pasadena) 

1988 UCLA(Chem), Stanford, ArizonafTucson), Arizona State (Tempe), Tech. Hochschul 
(Darmstadt), Max Planck Inst (Martinsried) 

1989 MPI (Munich), UCLA(Chem), Oregon, JPL(Pasadena), Berkeley, NASA (Moffett Field), 
Toronto, Montreal, Guelph. 

1991 California (Los Angeles, UCLA), California (Berkeley), Cal Tech (Pasadena), California 
(Santa Barbara, UCSB), Belo Horizonte (Brazil), Recife (Brazil), Erlangen, Freigburg, 
Heidelberg, Shell (Amsterdam), NIST (Washington) NRC (Ottawa), Arizona(Tucson) 

1992 Pisa (Italy), Michigan (Ann Arbor, USA), Chicago (USA), McGill (Montreal, Canada), 
Chemical Society of Zurich, Laue Langevin Laboratory (Grenoble), Aarhus (Denmark), 
Helsinki (Finland), Niels Bohr Inst(Copenhagen), Stockholm (DHc lecture), Tokyo- 
(Japan), Shinshu (Nagano, Japan), Kitagawa Industries (Tokyo Japan), Nobeyama Radio 
Observatory (Japan), NRC (Ottawa, Canada) 



1993 Basel Chemical Society, ULB Bruxelles (DHC lecture), Josef Stefan Institute 
(Ljubljana), Limburg (DHC lectures), UC San Diego, Crete, NEC Japan, Shinshu, 
Shizuoka, Materials Institute (Warsaw), Milan, Berlin Chemical Society 

1994 2xRSC (Belgium section) lectures (Brussels) (1 British School), Swedish Royal 
Academy (Stockholm), Stockholm University (Physics Dept), Herzberg Inst NRC 
Ottawa, Braunschweig, Scherring (Berlin), Humboldt Univ Berlin, Bielefeld, KFA 
(Julich), Peking U x2 (Beijing), Bell Labs NJ, UNAM Mexico City, UCLA (Astronomy) 



1995 



UK Research Seminars (* > 1) 



Sussex (Chemistry, Physics, Astronomy, Bjology ), Cambridge (Chemistry and 
Astronomy Depts), Southampton , Oxford , Reading , Nottingham, , Sheffie d^, 
Warwick , Glasgow, Strathclyde, East Anglia, Coleraine, Manchester , Edinburgh , 
Birmingham , U.C. London (Chemistry and Astronomy), Bristol , ICI , Surrey. 



UK General Lectures for Students and Public (Chemistry/Astronomy) 

Southampton*, Reading*, Sussex*, Exeter*, Bristol*, Bath, Surrey, Essex, Imperial 
College , University , College , Cardiff , Kent, Swansea, U.C.North Wale|, 
Portsmouth, Leicester , Loughborough, Thames, Durham, Leeds , Nottingham , 
Open University, Cambridge , RSC (Sheffield) RSC (Cumberland), Brighton Astron. 
Soc.*, Eastbourne Astron.Soc., £roydon Astron. Soc., Alembic Club (Oxford), U.C. 
Sussex( Astron, Biology) Q.M.C . Sussex Town and Gown, Mid-Kent Astronomy 
Society, Royal Institution (Friday Evening Discourse), East Midlands RSC. 

1993 Bath, Cambridge, Imperial College, Birmingham, Warwick Royal Society, Nottingham, 
Liverpool, Pfizer Company, 

1994 Leicester, Aston, Royal Institution (Friday Evening Discourse (#2)), Sussex, East Anglia, 
Surrey 

1995 Durham, Liverpool, Queen's (Belfast), Coleraine 



Schools'Lectures 

Christ's Hospital School, Worthing Sixth Form College, Kingston Polytechnic (Schools 
Lecture), RSC Schools L RSC Essex Schools Lecture, Chelsea College, Charterhouse, 
London Schools (Q.M.C), King's School Canterbury, St Dominies 6th form College 
Harrow, Dreyfus Schools' Lectures, 1986 at Royal Institution, St Paul's School for Girls 
Open Day Lectures (Sussex), Hurstpierpoint College BAYS Lecture(Southampton) 



BROADCAST INTERVIEWS etc 



1 976 BBC Radio (Science Now) "Interstellar Chains" 

1 977 BBC Radio World Service "Interstellar Chains" 

1979 BBC TV OU Film based on my lecture "Chemistry between the Stars" 

1985 BBC Radio World Service "Chemistry in Space" 

1985 BBC Radio Sussex "Chemistry in Space" 

1986 BBC (Science Now) "C60,Buckminsterfullerene" 
1989 USA Local Radio Carbon in Space) 

1991 BBC Radio programme - "Science Now" 

1992 BBG Radio World Service (x2) 

1992 BBC TV "Molecules with Sunglasses" Horizon 

1 992 RAI TV Interview for Italian Television (Premio Italgas) 

1992 . NDR TV Nord Deutsche Rundfunk Programme on Fullerenes 

1993 SFB Radio - Sender Freies Berlin, Radio 

1993 UCLA video film Dreyfus Lecture 

1994 BBC Select TV - Royal Institution Lecture 

RESEARCH GRANTS 

1970 Microwave Spectroscopy (SRC)- 10 000 

1974 Microwave Spectroscopy (SRQ 24 000 
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MAIN RESEARCH COLLABORATION 

The value of microwave and photoelectron techniques to a wide area of chemistry 
has been highlighted by fruitful collaboration with colleagues here at Sussex. One important 
research project carried out with D R M Walton involved the synthesis and study of long 
chain polyynes. This work led to our detection this species in interstellar space by 
Radioastronomy carried out with T Oka and astronomers at the Herzberg Institute for 
Astrophysics, NRCC Ottawa. A project, carried out with J F Nixon has opened up a new field 
of organophosphorus chemistry. Work has been carried out in collaboration with J P Maier 
(Basle) to study the ions of unstable molecules is now in progress. Cluster Beam studies on 
Carbon with R F Curl and R E Smalley (Rice). Astronomy Research has been carried out with 
M Jura at UCLA. The present Sussex Programme on Fullerene Chemistry is being carried out 
in collaboration with R Taylor and D R M Walton. 

ASSOCIATED RESEARCH PERSONNEL 

35 D.Phil students, 

10 Chemistry by Thesis students 

12 Postdoctoral Fellows. 

POPULAR PRESS COVERAGE 

Interstellar Molecule Discoveries, 

Ottawa Citizen, The Times, The New York Times, New Scientist, Scientific American 
Unstable Phoshorus Molecules: 

New Scientist 
Fullerenes 



New York Times (x2), The Daily Telegraph, Houston Chronicle, New Scientist, C&E News, 
Omni, Sky and Telescope, Science Now, Economist, Der Spiegel, Time, Daily Telgraph 



TEACHING EXPERIENCE 



Lecture Courses (Sheffield University) 

(1961-1963) taught O-level Chemistry at Sheffield Technical College 

Lecture Courses (University of Sussex 1 968- ) 

Chemistry Highlights Lectures for Freshers 

1st and 2nd year Spectroscopy courses 

Structural Methods (2nd year course) 

Symmetry (2nd year) 

Advanced Structure (3rd year course) 

Valence Theory for Biochemists (2nd year course). 

Rotational Spectroscopy (3rd year option) 

Astrophysical Chemistry (3rd year option) 

Topics in Chemical Physics (3rd year course) 

High resolution Techniques (graduate course) 

Lecture Courses (Univ. of Southern California, Los Angeles, 1981) 

Chemistry & Spectroscopy of Interstellar Molecules 

Seminars and Tutorials (Sussex) 



Atomic and Molecular Structure (1 st year course). 
Mechanistic Principles (1st and 2nd year courses). 
Thermodynamics (1 year course). 
Conceptual Models (3rd year option course). 
Synthesis (1st year course). 
Statistical Mechanics 



Practical Courses (Sussex) 

1 st year Introductory Practical Chemistry 

2nd year Physical Chemistry (organiser 1978-80) 

3rd year Chemistry and Chemical Physics Projects. 

ADMINISTRATIVE POSITIONS 



University of Sussex 

Chairman of the University Safety Committee (1 986-7) 

School Undergraduate Admissions Organiser (1973-1976). 

Chemistry by Thesis Sub-Board (1975-1978), Sec (1976-78); 

Chemical Physics Subject Croup, Secretary (1974-76), Chairman (1976-82 85-87). 

Chemical Physics Sub-Board, Secretary (1 974-76) Chairman (1 979-83, 85-87) 

School Joint Committee (1973-74, 77), Chairman (1974) 

White House Careers Weekend (Weekend Residential Seminar Course on Careers for 3rd year 
students), Organiser (1974) . 

Editing, design and layout of "Chemistry at Sussex" School, Teaching and Research Handbook 
(copy available). The cover design was reproduced in "Modern Publicity", a major 
international annual of the best in graphic art and design 

School Chemical Society Lecture Organiser (1 987- ) 

University Senate (1979-1980). 

Science Committee (1980, 1981-2, 1985-7) 

Laboratory Director (1983-86): Overall responsibility for Tech Staff logistics, deployment, 
grading etc; School research strategy, budgeting, expenditure, building and laboratory 
space allocation. 
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/ Introduction 

b ,967 - "^"SJ^ 

of the early work on ^"^"^" r advances have 
the composition <*«^ t Kwri2Wod. and the 
however been «^ » &er and Van 

overall situation has ^" u P°!^ y icwre of ^ state 

and timely. The e«ff °f . ful use a con- 
has now been established ^d .t ausejm 

^^^^ ^1^ There are 
ene-70 which can apply "~ , - isomers, 
of course n^^^"^^^^ most geo- 
however here we ^, m £'?^„Hs no w no doubt 

in the case ~^? f X^e. 7 0 where standard 

( W fuUere ?t^Wefen addX prefixes. Since the 
symmetry labels nave oeen aau * creaUon 
eiistence of fuUerene-60 and s^nuui 

the nature and chem cal reacuv^r u 

duced during the »^°l° l ^X Kxoto. Heath, 
specie, was discovered to be staWe by Kr^ ^ ^ 

O'Brien, CurU and Smalley. 11 




Many Kroto 0e«, -.t^^Ca^^-l^. . 
P 0 "** a ' ^J^JL^T ,^6-196^". to the Ur«. 
ersxty ol Sussex where <tm< a «^ OBC » oseo pi C charactenatwn 
research into the P rod ^J^*^i^^rwspahaa»<yne 5 . 
o.r«w species such^P*^^^ 
tKocarBcnytt. and PO^V^^^am experiments amod 
,erste»ar motocules. to «jrbon ^J^,,, who -as 

at understanding s »^£^^£)and Sussex Urtverwy * 
eoucated at ^j^^^tr, and laser ch^stry 
carryng out '^<*J» i^Sviriduster beam reactions and 

Sussex University. 

stability was due to ^2^^^ 
inherent in the truncated ^^J^d buck . 
shown in Figure 1 did „ 0 t receive 

minsterfullerene. inis novei v v _ . w have 

been based on ^"^"^L a significant degree of 
it is now ^^^r J" Llrith regard to the 
scepticism in the minds ,ol^ »° me ^ evidence 

validity of the PW^^S^^tific obser- 
was dispersed among may-™ now 

vations. much like the way ^^£™v^carbon > 
realize-be involved giving 

^t^K dependent 

of the cage structure PJ°P^j WM ^ 3impl e 3t and 
(ii) The fullerene WP-jJJ,,, ^vipr and 
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Figure I. C* buckminaierfullerene 





(iii) The proposal wu consistent with many earlier 
obSons on bulk carbon and clarified some prev, 
ouslv unexplained phenomena in carbon chemistry 

The fullerene structural proposal has recently been 
confi med bv complementary observations from two 
groups. Kratschmer. Lamb. Fosiiropoulos and Huff- 
man ♦ in following up their earlier IR investigation ( n 
S»> which suggested that C. might be presen » 
arc-processed graphite, extracted a soluble material 
which formed crystals. The X-ray analyse showed the 
material to consist of 10- A diameter spheroidal ra0 le- 
cuies and supplementary mass spectrometry and n 
hared data provided the first unequivocal evidence for 
Knd C-o). In a parallel, independent investigation 
which probed this same original key observation.' 
Taylor Hare. Abdul-Sada. and Kroto' found that s.m- 
Ey arc-processed graphite gave nse » > « 
peak, commensurate with the presence of full^n*6Q. 
and hat this material was soluble and could be ^ex- 
tracted directly. The extracted C« 1 compound prided 
a single l3 C NMR line which proved that all 60 carbon 
atems are equivalent, as expected for the truncated 
icosahedral buckminsterfullerene structure. Taylor et 
7. also showed that C«, and C 70 can be separated 
chromatographically and that the ^J^^ 
prolate, ellipsoidal structure first suggested by Heath 
et al.« These results provide further support for the 
conjecture that a whole family of fullerenes^ exists. * 
Since these revelations, which are discussed further 
in section IX. the fullerene Held has exploded and nu- 
merous groups are probing various facets of physico- 
AemicJ^r^ruesofthef^erenes. Ind^new^ 
of carbon chemistry has been bom. and the first fal- 
tering steps of the promising infant are described in 
action X Thus this review is particularly Umely as it 
U written at the precise moment when the find ,sen- 
tence in the last paragraph of the /^"« **P«" ™ ^ 
story of the fullerenes has been completed. The open- 
ing paragraphs in the next chapter are just being 
written^d P they herald a new era in which the flat 
world of polycyclic aromatic chemistry has been re- 
placed by a poatbuckmisterfullerene one in which round 
structures are favored under certain surprumgly com- 
mon circumstances:"' This arUc e review, the buck- 
rainsterfuUerene story from the tune when it was just 
a twinkle in the eyes of a few 

through the experiments wtuch revealed that t actually 
£3 spontaneously and exhibited stab.Uty to £e 
most recent revelations that it could be isolated ^and 1 d«i 
indeed possess the round hoUow cage structure as 



Fim „ , Digram of C„ next 10 an icosahedron published m 

fhe book" b/Vosh.d. and (W* Th« 

j . ,.„ i.„.„_,i the -juperaromaucuv which raigni ac 

caied icosahedral pure carbon molecule, 
proposed. As many contributions to the story as could 
be traced by Dec 1990 are included. 

//. Summary ol Relevant Carbon Studies Prior 
to the Discovery ot C w Stability 

At least part of the reason for the degree of interest 
engendered by the buckminsterfullerene Proposal re- 
vofv« around its high degree of symmetry. Mankind 
has always been fascinated by symmetric objects in- 
deld stone artifacts with the form of the Platonic sobd* 
dating back to neolithic times, have been found 1 in 
Scotland." indicating that human beings have long hac 
a spiritual affinity with abstract symmetry and an 
' aesthetic fascination for symmetric objects. The trun- 
cated icosahedron is one of the . Archimed.an sem- 
u-ejilar solid,: however in hollow form an early examp 
appear, in the book De Diuina Proporaone by Fra 
Lucia Pacioli. A reproduction of this drawing by Leo- 
nardo Da Vinci entitled "VCOSEDRON ABSCISE 
VACVVS" is to be found in the book The Unknown 
Leonardo. 12 which is rather more accessible than the 

° t Tt£c m molecule itself was first suggested in a most 
■J£«S* and prescient paper by Osawa in 1970" 'and 
discussed further in a chapter on "Superaromat city 
STbXby Yoshida and Osawa" in 1971; the original 
diagram is depicted in Figure 2. An equally .magma- 
tivf article, which actually predates this work, was 
written in 1966 by Jones in which he «njecturec ^onthe 
possibility of making large hollow carbon cage* The 
next paper was that of Bochvar and Gal pern in 1973 
who also published a Huckel calculation on (V to 
1980 Davidson published a paper -h.cb used graph 
theory to deduce an algebraic solution of the Huckel 
Suonforfullerene-60- Davidson-s^ energy 
level diagram, depicted in Figure 3. was determined by 
STcalcuktor. and this paper contains anunusuaUy 
£2£nt paragraph in the light of ««"!«*"^ 
(particularly those in section VII): Should sucn 
txlctures or higher homologs ever be rationally: £ 
thesized or obtained by pyrolyt.c routes from carbon 
loTymers. they would be the first manifestations of 
authentic, discrete three-dimensional aromaticUy, 
Haymefs study" on this molecule coincided very 
closely with its discovery tn 1985. 

On the experimental front there were many .very - ua 
™,rtent earlypapers on carbon clusters and these have 
Cto^ed- Perhaps the most mter«tu« 
eariy carbon cluster papers (and the ones which . * h* 
actually stimulated the discovery experiments) were 
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Fi«ure 3. The Huckel molecular orbital calculation for buck- 
minslerfullerene was carried oui by Bochvar and Gil pern • 
(1973) and Davidson" (19801. prior to. and by Hayaet" (1985) 
comddentaUywitKiudbcovery. The orbits ««>ar W ^ 
(uniu of 3) depicted here .a that published by Davidson' who 
determined it using graph theory to obtain simplified algebraic 
relations which were evaluated with a calculator (reprinted from 
ref 19: copyright 1981 SpringerA erlag Publishers). 

those published by Hintenberger and co-workers in 
19S9-63 21 " 24 in which it was shown that species with up 
to 33 carbon atoms could form in a carbon arc. The 
next important advance was made by Rohlfing, Cox. 
and Kaldor 25 in 1984 who found that much larger car- 
bon clusters <C„ with n = 30-190) could be produced 
by vaporization of graphite (Figure 4). Rohlfing et al. 
used the supersonic nozzle, laser vaporization technique 
developed by Sraalley and co-workers at Rice Univer- 
sity 28 in 1981. In this technique clusters are made by 
laser vaporization of refractory materials into a pulse 
of helium or argon in the throat of a supersonic nozzle. 
The vaporized material nucleates in the gas pulse which 
,then expands supersonically into a vacuum chamber 
where it cools and is skimmed. The skimmed beam 
passes into a second chamber where the entrained 
clusters are ionized by a second laser pulse and the 
cluster ion mass distributions determined by time of 
flight mass spectrometry (T0F-MS). The mass spec- 
trum observed by Rohlfing et al* is shown in Figure 
4; they pointed out that only ions with even numbers 
of carbon atoms were observable for the new family of 
clusters with more than 30 carbon atoms. Packing or 
magic number effects are very weak under these con- 
ditions. 37 Bloomfield et al» also studied carbon clusters 
by the same technique and observed both positive and 
negative even numbered ions. They also studied the 
' fragmentation behavior of the new family and in par- 
ticular chose the C m cluster for further study and 
showed that it could be photodecomposed with 532-nm 
multiphoton laser radiation. 

///. TtM Discovery of 
Buckmlnstertuttann* 

In September 1985 the reactions of carbon clusters 
were investigated by the Rice/Sussex group."" 0 These 
experiments were aimed at simulating the conditions 
under which carbon nucleates in the atmospheres of 
cool N-type red giant stars. Circumstantial evidence 
, M .3i-n .»..» ...-a. -.;-ut >:ir.i« 
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Figure 4. Time-offlighi mass spectrum, observed by Rurui:ne. 
Cos and Kaldor. 3 of caroon duster! prneucea by laser vapori- 
zation of graphite: In this experiment ca/nnn cluster? with .IfM.i, 
atoms were detected for the first tune. T>.<r* studies sn..»ed trail 
only even-numbered clusters »ere sLahie reprinted Irum rei Ih. 
copyright 19S4 the American institute Hnyiicsi. 

sources of the long carbon chain molecules in the in- 
terstellar medium and in particular '.hat the formation- 
process might be related in some important way to soot 
formation. 11 The interstellar cyanopolyynes i HC,N in 
= 5-11)) were discovered by a synergistic combination 
of laboratory microwave spectroscopy experiments. 33 -" 
theoretical analysis.-" and observational radioastrono : 
my. 36 * 39 The cluster beam experiments showed con- 
vincingly that species such as HC-N and HC 9 N. which 
had been detected in space,* 5-38 could be produced by- 
such laboratory simulations of the conditions in carbon 
stars. 2 " 0 A second motivation for probing laser va- 
porization of graphite was the question of whether 
carbon clusters were associated with the so-called dif- 
fuse interstellar bands as Douglas had proposed in 
1977.*° The development of resonant 2-photon ioniza- 
tion in conjunction with the cluster beam technique to 
obtain the high-resolution spectrum of SiC 2 by Mic- 
halopoulos et aL 41 suggested that the electronic spectra 
of carbon clusters might be accessible by this technique. 
During the course of the experiments 2 " 0 which probed 
the behavior of the pure carbon clusters a striking 
discovery was made— under some clustering conditions 
the 720 mass peak appeared to be extremely strong 
(Figure 5). 1 Indeed the intensity of the Cgo peak, 
relative to the adjacent cluster distribution, could be 
varied dramatically just by altering the conditions. In 
particular, conditions could be found for which the mass 
spectrum was totally dominated by the C m peak— at 
least in the mass range accessible (Figure 6). It was 
concluded that Cm must be particularly stable to further 
nucleation and it was proposed that this might be ex- 
plained by the geodesic factors inherent in a truncated 
icosahedral cage structure in which all the atoms were 
connected by sp 2 bonds and the remaining 60 » elec- 
trons distributed in such a way that aromatic cnaracter 
appeared highly likely. 1 

In these experiments it was found that the L^o Pea* 
also showed clear enhancement although to a lesser 
extent; the C„/C*i ratio was ca. 5/1 in general. In 
previous orperiment 3 2 "'- a the C e0 /(C M or Co) ratio was 

,. On rVi<ni~ A\ whan»a« in the r>»<u «i»ni»»«» 
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. TimM f.ni«ht man .pectrum of carbon duster, produced by U»r vapori^uon of paphite (Sept 4. 1985) under condiuora 
whiSTf^t «SIb?tedl £ d^inWoFthe C, ctetar and led to the recopuuon that 60 .«hi be . mapc number. 
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Mnbcraf taaamatmt 
Ftarafi. Time-of-flittfat mi «prrtrum carbon duatera produced 
by User vaporization of frepuite under the optimum condition* 
for obaervation of a dominant C» d inter njnaL 1 Note alao the 
prominence of C*y 

conditions were found in which a ratio of 20/ 1 or more 
was achieved (Figure 6). It was soon realized that al- 
though C,o generally appeared fairly special, the con- 
ditions under which it appeared dominant were rather 
unusual They were conditions in which the major 
fraction of the carbon had nucleated to form macro- 
scopic particles too large to be detectable by the mass 
spectrometer. Thus it was recognized that the signal 
shown in Figure 6 shows the 'small" carbon species 
which remain when the microparticlea have formed. 
Due to the fact that geodesic structural concepts were 
a guide to the hollow cage structural explanation that 




Firm 7. The IUPAC name of fullerene-60 determined by 
computer analyaia — aocordini to P. Hoee. 

cule was named after Buckininster Fuller, the inventor • 
of the geodesic domes.* 1 Although the name chosen, 
buckrninsterfullerene 3 - 44 is a little long, 45 - 44 it is not as 
long as the IUPAC alternative and not as difficult to 
pronounce (Figure 7J 47 and certainly not as difficult to 
derive! 48 - 48 The name fullerene can be conveniently and 
appositely used for the whole family of closed carbon 
cages with the 12 pentagons and N (other than one) 
hexagons inansp 1 network.* 44 For several reasons, not 
least the problem of ambiguity with mternauonal sports 
nomenclature, some other names are probably not as 
satisfactory, they are certainly less enlightening. 

Since the buckminsterfullerene detection paper" was 
_..ut:.u-J . 1'<- -'■ ■■ *-' — ' * v 
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or k has been carried out. Two complementary ac- 
lunts covering many of the important genera impli- 
cations and experimental observaitons have been given 
by Kroto 50 and Curl and Smalley: 51 More-focu?eo ac- 
counts have also been published dealing main:-. *nh 
experimental observations."""" astrophysicai rr.i.. na- 
tions. 4 "*^* symmetry and structure considers t:unj 
fullerene-60. and the icnsahedral giant fulien-r:r< 
The chemical implications have also been discus.-ro hv 
Kroto 61 and Kroto and Walton. 10 Hirota 63 and Heath* 
discuss fullerene-60 as well as other novel .-arnon 
molecules. 

IV. Sources of C M 

In the original work, which showed how conditions 
could be achieved to produce a signal in which tne C*, 
peak was dominant, the pulsed nozzle/laser vaporiza- 
tion technique 24 was used to produce the clusters trom 
a graphite target and photoionization TOF-MS' used to 
detect them. The laser- produced plasma expanded into 
a high pressure lea. 1-10 aim) of He and the target 
graphite surface was continually replenished so that the 
surface remained essentially flat. A nozzle extender was 
used to increase the clustering time prior to expansion 
to ca. 100 us and the high He pressure increased the 
nucleation rate. Although initially it was conjectured 
that perhaps graphitic sheet fragments might have heen 
ablated from the graphite target and rearranged into, 
the buckminsterfullerene structure, subsequent con- 
siderations suggested that C^, was more likely to have 
formed by nucleation from carbon vapor consisting, at 
least initially, of C atoms and very small carbon mole- 
cules." Negative ion distributions produced by crrwsine 
a laser with the cluster beam just as it exited the 
nozzle 64 have been studied, and the relationship be- 
tween these and positive and negative ion distributions, 
obtained directly from the vaporization zone (i.e. 
without photoionization), has been discussed by Hahn 
et al* 5 and O'Brien et al. 6 * The consensus of opinion 
was that Ceo appeared to exhibit special behavior 
whether charged (positive or negative) or neutral and 
that the nucleation raw order was neutrals > cations 
> anions. 68 Very detailed discussion of the conditions 
under which Ca, appears to be special has been given 
by Cox et si 67 These studies are discussed in more 
detail in section V. 

Carbon cluster distributions exhibiting dominant Cg," 
signals, can be produced in another way as O'Keefe, 
Ross, and Baronavski 88 and Pradel et aL° have shown 
using high vacuum TOF-MS. In these experiments the 
graphite target is inside the mass spectrometer vacuum 
system and remains stationary. After several laser 
pulses a hole is drilled in the graphite and nucleation 
appears to occur in the cavity. McElvany et al., 70 using 
ICR-MS techniques, have shown that if the axis of the 
laser-drilled hole is aligned parallel to the trapping 
magnetic field a strong Ceo* signal predominates in the 
mass spectrum. In a study of the small cluster distri- 
bution, McElvany, Dunlap, and O'Keefe 71 found that 
the vaporization of a diamond target produces the same 
distribution as does graphite. This result indicates that 
the clusters appear to be produced by nucleation of 
atomic/ molecular carbon vapor rather by a process in- 
volving the ablation of bulk fragments from the target 
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Figure 8. Infrared absorption spectrum observed in 1989 by 
Kratschmer. Fosuropouks. and Huffman 1 -" from carbon produced 
bv arc-discharge processing. Kratschmer et al. made the per- 
ceptive observation that the four sharp absorption features in- 
dicated might belong to fullerene-60. The frequencies were 
tanializingly consistent with theoretical predictions I section VHI) 
for the fundamental vibrations of fullerene-60 i reprinted from 
ref 74; copyright 1990 Elsevier Science Publishers! 

vaporization procedure for producing in order to 
deposit material on a film. They have shown that the 
mass spectrum obtained by subsequent laser desorption 
of the resulting material yields a very similar cluster 
distribution to that of the cluster beam experiments. 
They have also carried out isotope scrambling mea- 
surements 73 supporting the conclusion that is as- 
sembled from small carbon species in the gas phase 
after vaporization (see section VI). 

A fascinating and ultimately key observation was 
described in September 1989 by the Heidelberg/Tucson 
group: Kratschmer, Fostiropoulos, and Huffman" 4 who 
detected four weak bands in the infrared spectrum of 
a film deposited from a carbon arc under argon (Figure 
8). Kratschmer et aL pointed out that the vibrational 
frequencies of the four bands (and associated l3 C shifts) 
observed were in tantalizingly close agreement with 
theoretical estimates for fullerene-60 (details in sections 
VIII and DC). 

Several other interesting studies have shown that 
laser vaporization of a wide variety of carbonaceous 
target materials (other than pure carbon) also yields a 
dominant C m signal: e.g. carbon films (Creasy and 
Brenna 75 ), polymers such as polyimides (Creasy and 
Brenna, 78 and Cambell et al"-™). coal (Greenwood et 
al. 60 ), polycyclic aromatic hydrocarbons (Giardini- 
Guidoni et al.," and Lineman et al.* 145 ). Last but not 
least, So and Wilkins* 4 have shown that C«, can be 
detected by laser desorption of soot! In fact they have 
observed even-numbered carbon clusters with as many 
as 600 carbon atoms (Figure 9). This result and similar 
experiments may indicate that giant fullerenes may also 
be forming. 60 All experiments show that conditions can 
be found in which the C w * peak is either prominent or 
dominant. However conditions also exist for which this 
is not the case. 84 It is likely that the availability of many 
other pathways to "organic" (H-containing species) may 
k. _~»..iM. f~, . — . -f i-"-» ~k..~..».— 
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Figure 9. Loser desorption Fourier transform mass spectrum, 
observed by So and Wilkins." of soot deposited on a KCl-coated 
stainless sieel probe tip. Note that all the peaks here also cor- 
respond U> even numbered carbon species. Since only even- 
numbered carbon aggregates can close perfectly it is possible that 
the explanation for this phenomenon is that these species are 
fullerenes and that the larger species are giant fullerenes of. the 
kind depicted in Figure 22. 
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Figure 10. Remarkable positive-ion laser desorption Fourier 
transform mass spectrum, observed by Rubin et aL." of the ring 
carbon oxide depicted under low User power. This oxide which 
might be expected to decarbonytate to yield a Cj, monocyclic ring 
has clearly dimersed to form C m bucfaninsterfullerene! 

A most exciting result was described by Rubin et aL 85 
who have used a combination of organic synthesis and 
laser desorption mass spectrometry. In a preliminary 
study by the same group (Diederich et aL") attempted 
to prepare pure carbon rings, a prominent peak for the 
C ls cluster was detected during mass spectrometric 
analysis of a laser desorbed 18-carbon ring precursor. 
This work ban now been advanced in spectacular fash- 
ion; refined measurements on C u and Cj, precursors* 9 
yield mass spectra which show prominent C n and C TO 
signals. However most striking is the observation that 
laser desorption of the C n ring precursor produces a 
mass spectrum containing a totally dominant Cg> signal! 
(Figure 10). This result suggests that, in the vapor 
phase, a spectacular dimerization process occurs in 
which two Cjo polyyne/cumulene rings combine in a 
concerted folding rearrangement to form the Cgo cage. 10 
The implications of this process and indeed other as- 
pects of the fuilerene discovery for organic chemistry 
have been considered. lM1 

Some of the moat important of all these experiments 
were those of Homann and co-workers a7 ~ a0 who detected 
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Figure 11. Mass spectrum of C,La cluster complexes one bare 
C, clusters as observed by Heath el si." when LaCU-dopea rrsphiie 
is laser vaporized (ArF 6.5 eV. 10 mJ cm : i Note the :»a.-t;ci:iar!v 
strong peak for CoLa and the absence of a peak for C^J-a* This 
result is discussed in section VI (adapted from rei T. 

C m * in a sooting flame. These observations are dis- 
cussed in more detail in section VII. 

V. Stability and Intrinsic Properties ol C sc 

After the buckminsterfullerene structure was pro- 
posed 1 the intrinsic properties of the species were 
probed by the Rice/Sussei group. 50 " 44 It was clearly 
vital to determine how reliable the experimental ob- 
servation of the "stability" of the Qo cluster was. i.e. 
how "special" or "magic" the cluster actually was and 
how certain one could be about the buckminsterful- 
lerene hollow cage explanation. After all. the proposal 
appeared to rest entirely on the observation of a singie. 
strong mass spectrum peak at 720 amu (Figures 5 and 
6), and such highly circumstantial evidence needed 
further support. Mass spectrometry is particularly 
susceptible to erroneous conclusions drawn on the basis 
of magic numbers due to the likely presence of ioniza- 
tion and fragmentation artifacts. Various aspects of the 
original experiment led to the conclusion that the cation 
mass spectrum (Figures 5 and 6) was most probably an 
accurate reflection of the neutral cluster distribution. 
Nevertheless it was necessary to carry out experiments 
in order to. probe the behavior of C a more deeply in 
order to generate further evidence, albeit still circum- 
stantial, to support the stability conclusion and the cage 
structure proposal. 

During the period from 1985 to 1990 many experi- 
ments were performed by a number of groups operating 
in the cluster field which probed carbon behavior with 
a view to confirming. or falsifying the fullerene-60 pro- 
posal. If Cag really were a cage then the most obvious 
next step was to attempt to trap an atom inside the 
cage. The first result, in this context, was the obser- 
vation of CaoLa by Heath et aL 7 By using a graphite 
disk, soaked in LaClj solution a strong signal was ob- 
tained for the monolanthanum complex Cg>La, with no 
evidence of a peak for CjoLa, (Figure 11). Cox et aL" 
questioned the conclusion. They pointed out that, since 
Co needs two 6.4 eV (ArF) photons for ionization and 
CgnLa only one, the relative strengths of the C sa La 4 ' and 
bare C n * MS signals should not necessarily be taken 
as reliable gauges of their respective abundances, and 
a possible CnLa,* sitroal miaht be too weak to H»t~.t- 
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Ftanm 11 Carton darter ions observed undo various production 
S negative ion, P^^S^SU; 
dmer into the noxxle during expansion, ft) P<»^^" n ^r^ r 
S^LoH.ir^l directly during vaporization in the nonle <""ioui 

Science Publiahera, Inc.). 

Cox et aL" have discussed further the cage hypothesis 
in general and metal atom encapsulation m particular 
Zd, after detailed asaeaament they conclude that overall 
their observations are non-committal over whether (.„ 
was a cage or not. ,. 

For tie smaller carbon species the posiUv . «» d» 
play the well known magic numbers: 11, 15. 19. 23 Itte 
Sidled "An - 4" effect, cf. Figure 4) '^jeasthe 
negative ions exhibit a different sequence. n» 
paler announcing the original discoven^ turned that 
Sk?S— SSWm j 5 and 6) reflected accurately 
neutral carbon cluster distributions. If ^buck- 
minaterfullerene structural proposal were correct bow- 
ever, the positive and negative ion distributions would 
be expected to exhibit a similar prominence for the 
eo^arbwTatom analogue. The first experiment to 
probe this poaribility" showed that negative wns^ro- 
duced by UseT ionization just after the cluster beam 
exited from the node exhibited an anion mass spec- 
SunTin which C" was dominant. In this experiment 
the neutral species became negafavelycha^ by 
• electron transfer. If the positive or negatrve _ ions, pro- 
r -oWdirectly by vaporisation are studied, it » found 
;>tibaionly after clusSring is allowed to continue for a 
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Figure 13. Meta.table maa.-anah/ied ion kinetic energy acanj 
(lIS^ES) PubUahed by Radi et al» The parent jon (on the nght) 
.^n^ikctod^the magnetic analyzer and the horizontal axis 

enenwi. 8 keV. C, loaa ia observed from C* Ubove) and C„ 
(belw) Note thelnmatie difference. in meUatable activity «a 
rented bylhelLtive intenaine, of the product peaka. relative 
Z t£* parent ion. in these two cue. (reprinted from ref 93. 
eopyrightlWO the American Inatitate of Phyuc.). 

significant length of time is the <V anion dominant" 
otnetW it is not." Some examplesof mass spectra 

recorded under various ^^^f^T* ^ 
inFigureli Cox. Reichmann, and Kaldor" describe 
somelQtriguing relative tune^f-ffight <hff erencea in 
rXnor^Xn various mdivHdual dusters m par- 
ticular C and Co. which are highly dependent on the 
nozde parameter*. These experiment, appear to sug- 
gest thatwall reactions may occur m the nufeaUon 
channel. It is possible that what was observed in tius 
experiment was C deposited m the channel ^which 
subsequently desorbed. The mam evidence for the im- 
portance of wall effects lies in the detection of CbjK 
cSTwhen a new. pure Cue. K free) carbon target 
replaces a previous one doped with potass.'™- 

Lportant observations have had a bearu^onthe 
sUbOity of C The very early ^nmenta by B^m 
field etaL-Xwed that C. was *™£ 
photon eragme^on^n^of £tejr Bowers 

m'tas^fr^ 

Se observation that C. exhibit* much lower metasta 

baity than othe, rtS2^S^^lSr<S 
shown in 11 T^^"^ fluidity _ 
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Figure U. Fragmentation products under ArF (15 mJ cm'*) 
irradiation observed by O'Brien et aL" Under irradiation the 
mass selected C„* d inter (including cm. 20% C and ca. 10% 
Cat) is bere seen to fragment into smaller even dusters: Cn, C^. 
etc by loss of C» C fc etc Particularly interesting is the observation 
that Ca, and Cn are favored fragmentation products (reprinted 
from ref 95; copyright 1988 the American Institute of Physics). 




Figure 15. Hypothetical fragmentation-rearrangement mecha- 
nism presented by O'Brien et al.," involving C, loss and cage 
re-sealing which could explain the fragmentation phenomena in 
Figure M (reprinted from ref 95; copyright 1988 the American 
Institute of Physics). 

other hand, O'Brien et al* and Weiss et ai* have 
shown that cold C^* exhibits little, if any, evidence for 
fragmentation. The likely explanation for this disparity 
is that clusters produced under the vacuum vaporiza- 
tion conditions* 8 *"** possess massive amounts of in- 
ternal energy leading to metas table C n *. As special 
behavior is moat dramatic after extensive degrees of 
nucleation have occurred it is possible that the C,, 
signal observed under vacuum ablation conditions is 
actually a mixture of isomers, at least in part. Related 
studies by Hasselberger et al™ show that metastable 
fragmentation is leas severe when clusters are produced 
with lower internal energies. The measurements of 
O'Brien et aL" showed that multiphoton fragmentation 
of clusters with 32-80 atoms occurred by elimina tion 
of even carbon fragments, C. (n = 2, 4, 6, „), rather 
than lower energy C, species. Particularly intriguing 
is the observation that large clusters, with 70 or more 
atoms fragment to form smaller even-cluster distribu- 
tions in which Cg, is special (Figure 14). Clusters with 
less than 32 atoms fragment into a range of smaller 
carbon species, a result interpreted as evidence that 
clusters with less than 32 atoms were not cages. O'Brien 
et aL 06 also presented an interesting mechanism for this 
process which is depicted in Figure IS. Laser irradi- 
ation studies by Weiss et al" showed that the metal 
complexes were also quite resistant to photofragmen- 
tation. They also showed that multiphoton fragmen- 
tation of CeoM* resulted in metal-complex products 
CM* for which the critical smallest sizes occur at n «■ 
48, 44, 44-42 for M = Ca, K, and La, respectively 
(Figure 16). This result provided strong circumstantial 
evidence for metal atom encapsulation because the 
minimu m physical cage size scales with the ionic radius 






CJ - c 






i ! 






i 








JjU 


cci* 




1. 















no its 
CYCLOTRON 



133 



FREQUENCY 

Figure 16. High-order photofragmentaiion pattern of C W K* 
(above) and CCs* (below) detected by FT-ICR mass spectrom- 
etry by Weiss et aL" The break -offs observed et C„Cs' and C„K - 
are in excellent agreement with expectation for the smallest 
fullerene networks capable of encapsulating the metals, based on 
the known ionic radii (reprinted from ref 96; copyright 1985 
American Chemical Society). 

of the metals in the series. 

Prior to the isolation of macroscopic samples of the 
rullerehes (section DC) several experiments were carried 
out in order to determine their physical, mainlv spec- 
troscopic, properties. Tandem TOF-MS experiments 
were devised to explore the possibility that the spectra 
of Cm (neutral) and Ca,* (the positive ion) might be 
responsible for the astrophysically intriguing diffuse 
interstellar bands (section XI). These experiments in- 
volved the resonant photodissociation of a van der 
Waala complex of benzene with neutral Ca, and Cm*. 
It proved possible to photofragment Caj-C S H« but not 
the ion complex, C ao + -C 6 H 4 , probably because charge 
transfer forces bind the adduct too tightly in the ion 
complex." Very weak photo fragmentation of the neu- 
tral complexes of C„ with C.H, and CH,C1, was ob- 
served at 3860 A by depletion spectroscopy 

Yang et aL 9 * used an ingenious technique developed 
by Cheshnovsky et aL 100 to observe the UV photoelec- 
tron spectra of negative cluster ions. In these experi- 
ments the spectra of carbon clusters from C« to C M 
have been observed. Of particular interest are the UPS 
patterns of Cjn, Cgo, and Cr, which show a low energy 
LUM0 feature consistent with closed shells for the 
neutral species. Ca, had the lowest electron affinity: viz 
2B-2J} eV. These observations provided further strong 
support for the fullerene proposal The ionization po- 
tential of Co, was obtained in an elegant way by Zim- 
merman et al ,lnjm who used a series of charge transfer 
measurements with various reactants of known LP to 
bracket the LP of Ca> 7.61 ± 0.11 eV. This result was 
co nsis t en t with conclusions drawn from early experi- 
ments which indicated that the LP Lay between the 
energy of the ArF *rrim-r Laser (6.4 eV) and that of the 
F. laser (13 eV) heaium C_ w«« 4. n k„» — a i... 
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, . ,v,-^«l ~rhon vmDOt nudeation scheme" 1 "'" proposed for the formation of concentric 

Fi^re IT. Diagram.* repraenuuw.'" of » ^^^^^^^U trapped the trailing edge inside the spiraling network, 
shlu graphite m.crop.rticle* Note ^^^"^i^T^ro^aed thTtC. might be produced by . modification of th« 
This species is thus essenually the . tmbryo f «™™?££Z£ Inluch Hase furtherVowth by chemical bond ormauon might be 
ritW. U lS afflfiSlfe might occur as intermediate, during soot nucie.t.on <repr,nted from 
ref 108; copyright 1988 Macmillan Magaiines Ltd.). 



ArF and 1-pholon ionized by Fj. 10 " 1 ... , 
As mentioned in 3 ection IV, the most intriguing and 
convincing spectra were those obtained in the infrared 
studv of Kratschmer. Fostiropoulos. MdHvtttMnin 
(see further details in sections VIII and 1A). 

VI. Reaction Studies 

The first reaction studies aimed at probing the cage 
concept were those of Heath et aL! and Cox et al. * 
(discussed in sertion V) who studied the t^bon/metal 
complexes. Rohlfing et aL° and Heath et aL aj0 earned 
out similar reaction studies which focused mainly on 
the properties of the carbon chains. It is also important 
to note that van der Waals complexes can form in the 
supersonic beam if C«> is cold. 

When various gases such as CO, NO. and SO, were 
introduced into a reactor, placed dowiutream from the 
nozzle in which C«, is formed. Zhang et aL™ showed 
that all the even carbon clusters were totally unreactive. 
The odd dusters were, on the other hand, very reactive. 
These experiments gained significant further support 
from the studies of McEJvany et aL™ and Weiss et aL 
which showed C a and its analogues to be extremely 
unreactive in an ICR trap. However if gases are mixed 
with the driver gas in the nozzle, reactions can take 
place before and after C„ is formed. With hydrogen, 
a wide range of hydrocarbon products is detected 
(Rohlfing, 104 Hallett et aL. 106 and Doverstal et aL ). 
Rohlfing has used an in-line reflection modification of 
the cluster beam technique and made some very careful 
high-resolution mass spectrometry meastirementsof 
the reactions of clusters C»-C» with hydrogen. 1 The 
variations in reactivity appear to be structure related 
and consistent with the cage proposal. The study 
suggests that chain cluster species with as many as 44 
carbon atoms may be present. Complementary ex- 
periments by Hallett et aL 106 and Doverstal et aL 
indicate that clusters in the C»-C«> «ng« »bowat least 
three different types of reactivity as evidenced by the 
mass spectrometry patterns of the hydrogenated 
products. The observations 1 " are consistent with the 
proposal that small fullerenes (C» C*. C^. Cjj, Cm) can 
form.' They are also consistent with the fact that 
formation that no 22 atom fullerene can exist, as 
♦ i f—J— — A C»... 1« 



///. Gas-Phase Carbon Nucleatlon and C M 
Formation 

It would appear that most workers in the field are 
able to observe special behavior fairly easily and under 
a wide range of conditions, all of which have one major 
feature in common: Cm appears to be dominant oniy 
when nudeation nears completion, leaving behind' L M 
and other even-numbered relatives such as C™. This 
result has one obviously simple explanation; at least 
some fraction of the even dusters— particularly Cg,— is 
unreactive toward growth into macroscopic particles. 
The spontaneous creation of C«, requires a mechanistic 
explanation. In particular, entropy factors dearly need 
to be carefully assessed when it is proposed that so 
symmetric an object is formed in a chaotic plasma. A 
feasible nudeation mechanism was provided by Zhang 
et al 103 and refined further by Kroto and McKay. 
The nudeation model proposes that curved sp l -unked 
(aromatic) carbon networks form (Figure 17) and can 
serve as embryos for further growth. The energetics of 
sheet carbon duster radicals is invoked to explain the 
curvature/partial closure. Essentially the drive toward 
closure is governed by the energy released as a result 
of eliminating the edge dangling bonds For instance 
a flat graphite-like sheet of 60 atoms would have at least 
20 dangling bonds, whereas fullerene-60 would, of 
course, have none. In general, in a chaotic system, 
partly dosed, overlapped embryos, such as that shown 
in Figure I6c, are expected to form and which, once 
overlapped, cannot dose perfectly. These species are 
probably highly active nudeation sites to which per- 
manent chemical binding of adsorbing fragments can 
take place. Of course some form of dosure/ annealing 
process might take place if the temperature is high 
enough for intra and extra network rearrangement to 
occuf. It was proposed""" that dunng this general 
spiral nudeation process some embryos would dose 
S fullerenes. particularly fullerene-60 which 
So longer present a site for efficient accretion^ 

The process is primarily « ^TI^^ 
scheme in which the fullerenes act as deadends for the 

most rapid nudeation. . 

After embryo formation, epitaxial growth has been 
shown to result in icospiral graphitic giant molecules 
o, microoartides"* with structures consistent with 



1222 _ -srmcai «•««• ,991 - ' No 6 Kroto el al 




Figure 18. Comparison by McKay et aL" u " between TEM images of polyhedral graphitic microparticles observed by Iijima"" and 
simulated TEM images for a hypothetical spiral shell particle predicted by the nucleation scheme depicted in Figure 17. The fairly 
round particle observed by Iijima which is depicted in a and b is seen to exhibit a similar pattern to the simulation top right. On 
the other hand the more polygonal particle, shown in c and d. exhibits a similar pattern to the simulation shown bottom right. The 
simulations are for the same particle observed from different angles. The hypothetical particle has shell interconnections which can 
most easily be seen in the lower right simulation. In b and d the polygonal outlines are delineated. 



those of spheroidal graphitic microparticles observed 
by Iijima in 1980. ""■ uo Kroto et al lllm have provided 
further support for the scheme in the form of TEM 
image simula tions based on the icospiral concentric shell 
structure concept, 10 * in excellent agreement with the 
Iijima images as depicted in Figure 18. Roulston et 
aL lu have shown that certain electronic and structural 
properties of amorphous semiconducting carbons can 
be explained on the basis of a spheroidal graphitic in- 
frastructure, rather than by the traditional flat mi- 
crostructure. Yacaman et al ,M,lls have shown that FT 
power-spectra processed, electron microscope images 
of carbon microparticles appear to be consistent with 
the quasiicosahedral spiral substructure. 108 Attention 
has been drawn to the fact that small graphitic micro- 
particles actually consist of crystalline quasiicosahedral 
graphitic cores surrounded by amorphous carbon sur- 
face layers. 11440 ' Interestingly, Iijima 110 has shown that 
the TEM structure at the nucleus of one of the carbon 
microparticles, studied earlier 10 " was consistent with the 
image expected if it were a C m cage. With hindsight 
this result demands further serious investigation to see 
whether fullerene-60 can itself be encapsulated during 



later stages of particle growth. 

Wales 117 has considered some statistical aspects of the 
growth dynamics of closed-cage structures and Bemholc 
and Phillips have discussed the kinetic factors involved 
in the growth of carbon clusters in generaL 111 

It was also suggested that a modified form of the 
nucleation scheme, devised to account for the sponta- 
neous creation of Cg* could also explain the spheroidal 
nature of soot 1 '" , l ' w , " M UU This proposal was criticized 
by Frenklach, Ebert, and co-workers 120 " 125 who favor an 
earlier theory, which invokes the physical condensation 
of flat PAH molecules held together by van der Waals 
forces into coagulating liquid drops. However, Harris 
and Weiner point out how little has been firmly es- 
tablished about the soot formation mechanism. 114 It 
can in fact be demonstrated 125 that the new scheme is 
broadly consistent with kinetic structural, and che mi c a l 
observations made on soot and its formation process. 

The new nucleation scheme predicts that some C m 
should form as a byproduct 103 - 10 ' of soot production. 
Subsequently Gerhard t. Loftier and Homann, 1 " -90 in 
studies of the ions produced in a sooting flame, found 
conditions under which the mass spectrum shown in 
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Figure 19. Mass spectrum, observed by Gerhardt. Loftier, and 
Homann. 17 "* 0 of positive ions produced by s sooting benzene ■ 
oxygen flame (C/O = 0.76) (reprinted from ref 87; copyright 1987 
Elsevier Science Publishers). 

Figure 19 is obtained. This spectrum is almost identical 
with that observed during the pure carbon laser va- 
porization experiments where C m * is the dominant ion! 
Homann and co-workers conclude that this observation 
should not be taken as support for the new spiral nu- 
cleation scenario as the tell-tale even ions with a dom- 
inant Cgo* Peak *** not seen unt '' a * ter ^ e > nce P tion 
of soot particle formation. The carbon/hydrogen re- 
action studies 10 *" 106 promise to shed further light on the 
soot formation process, but the way in which the results 
might dovetail with the conventional data remains to 
be ascertained. Kroto has summarized the present state 
of affairs from this viewpoint. 115 

VIII. Theoretical Studies of the Fullerenes 

Theoretical studies predating the discovery of Ca, 
have been discussed in section IL After the discovery, 
theoreticians had a ball and many aspects of the mol- 
ecule's properties have already been probed. The com- 
prehensive overview of theoretical work on fullerene-60 
presented by Weltner and Van Zee 5 is here conflated 
with more recent work. 

One important aspect of the original experimental 
observations was the fact that C w also showed special 



behavior. Topological and chemical stability arc: 
ments, as discussed by Kroto* and SchmaU et al..' ex 
plain this observation as being entirely consistent witn 
the fullerene proposal. Indeed these studies suegesteo 
that if the Cm mass spectrnmetric signal were due r. 
its having a closed cage fullerene structure. C- sIvr:.g 
show special behavior also, for the same reason. Thu-. 
most importantly and rather convincingly, the tulltn-r.r 
structure proposal no longer rested on the sineie lir.e 
observation. In fact it had now gained sigmticar.: 
further support by the fact that a prediction had net-:, 
made and neatly confirmed. Indeed the t*o ubscr- 
tions. taken together, provided convincing evidence :■ 
the existence of a whole family of fullerenes and t'urtht-r 
probing suggested that in addition to and C-i>. the 
C M , C^ C M , and C M clusters (Figure 201 should aUy 
show varying degrees of special stability 8 -' iN B. i j;.- 
erene-22 cannot exist 107 ). 

The dominance of Ceo and C^ was ascribed to the fact 
that these are the smallest fullerenes that can have an 
isomer (one in each case) in which none of the I'- pen- 
tagonal configurations, necessary and sufficient 
closure, abut." It. was shown 850 that the prediction; 
were commensurate with the mass spectrum obtaine-c 
by Cox et al. 57 (Figure 21) and consequently there ex- 
isted convincing experimental evidence for the fullerer.e 
family proposal. Since even-numbered carbon clusters 
are detectable with as many as 600 or more carbon 
atoms, 84 the possibility of giant fullerenes 108 - 126 such as 
C J40 and Cj«o shown in Figure 22 appears to be an ex- 
citing possibility. 60 

Isomer stability has been discussed by Stone and 
Wales 127 who noted that the difference in energy be- 
tween isomers is small and suggested that the Cg) signal 
should be due to a mixture of isomers. This result is 
difficult to reconcile with the observation (Figures 5 and 
6) since it leads to the conclusion that C m is no more 
special than other clusters such as Potential energy 
functions have now been developed for the carbon cages 
systems by Takai et al. lJS and Balm et al. ,2S The sim- 
ulated annealing, Monte-Carlo methods used by Zer- 
betto 130 to study the behavior of small carbon clusters 
have been applied by Ballone and Milani 131 in order to 
show that the fullerene cages are minimum energy- 
structures. 

A group theoretical analysis of the electronic prop; 
erties of the fullerene family, by Fowler and Steer. 10 ' 
showed that the members, C„ where n = 60 + 6* (* = 
0, 2, 3, 4, ..„ Le. an integer other than one), should have 
closed-shell electronic structures. The degree of aro- 
maticity in a compound is of interest, and the number 
of Kekule structures is often considered to be a guide. 
A total of 12500 for fullerene-60 has been calculated 




Fl«ur. 28. Five po-aible -magic" fullerene. predicted to diaplay enhanced stability, relative to other, in- the range with 20-80 atoms. 
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Figure 21. Time-of-flight mast, spectrum taken from the data 
of Cox. Reichmann. and Kaldor." The strong peaks are in ex- 
cellent agreement with expectation" if they correspond to 
fullerenes. The fullerenes 2«. 28. 32, 50. 60. and 70 (Figure 20) 
axe predicted to exhibit enhanced stability, i.e. are magic Note 
the snarp cutoff at Cj, which is consistent with the fact that a 
no 2- atom fuilerene can form. . 

by Schmalz el al.. in Hosoya. 131 Brendsdal and Cyvin, 134 
and by Elser. 135 Resonance circuit theory has been 
applied to this problem by Schmalz et al., 1519 Klein et 
al.. : * 1E as well as Randic, Nikolic, and Trinajstic. 13 *- 140 
These studies indicate that account must be taken of 
the fact that some resonance structures make negative 
contributions to the aromatic stabilization. Schmalz et 
al. 5 compared resonance circuit theory with Huckel 
molecular orbital (HMO) theory and concluded that C m 
should be less aromatic than benzene. Amic and Tri- 
najstic 140 discuss stabilization arising from bond delo- 
calization. Graph theory has been applied to Cm and 
to other systems by Balasubramanian and Liu MU " and 
also by Dias who has circumvented group theory in 
order to simplify Huckel calculations. 143 Huckel cal- 
culations on fullerene-60 have been made by Hay- 
met 144 - 9 and the stabilization due to delocalization 
discussed. Jiang and Zhang 144 have calculated the 
stability of fullerene-60 by Huckel theory using moment 
analysis techniques. Hess and Schaad 148 as well as 



Aihara and Hosoya" 7 have also applied Huckel theory 
to the problem, focusing on aspects of spheroidal aro- 
maticity. 

Fowler and Woolrich 14 * have made three-dimensional 
HMO calculations which predict that Cm and C TO are 
closed shell systems. Fowler'* 8 extended this approach 
in order to assess the stability in other, larger fuilerene 
cages, while Fowler. Cremona, and Steer 150 have dis- 
cussed bonding in nonicosahedral spheroidal fuilerene 
cages. Fowler 111 has extended these ideas to various 
classes of cylindrical fullerenes and predicted closed 
electronic shells with an empty nonbonding orbital for 
clusters consisting of 10(7 + 3*) and 12(7 + 3*) atoms 
with 5- and 6-fold symmetry. Ceulemans and Fowl- 
er isusi considered possible Jahn-Teller distortion 
pathways for icosahedral molecules. 

Byers Brown 144 has discussed the simplification that 
high symmetry imparts to *-system calculations and 
obtained algebraic solutions for the orbital energies of 
fullerene-60. Electronic and vibrational properties were 
calculated by using a two-dimensional HMO method 
by Coulombeau and Rassat. 144 Seraiempirical calcula- 
tions including the effects of nonplanar r-orbital 
overlap due to curvature have also been carried out by 
using the free-electron model in the Coulson-Golu- 
biewski. self-consistent Huckel approximation by Ozaki 
and Takahashi. 146 Haddon et al. 1 " 14 * have also con- 
sidered the effects of nonplanarity, i.e. pyramidalization. 

Extended Huckel calculations by Bochvar, Gal'pem, 
and Stankevich 149 and INDO and INDO/CI calcula- 
tions by Feng et al. 160 have been applied to Cm and its 
isomers. A comparison between C M and graphite was 
made by MNDO with geometry optimization by New- 
ton and Stanton. 161 McKee and Herndon 1 " also ap- 
plied MNDO theory to cage carbons and concluded that 
the flat "graphitene" cage, 144 in which two coronene 
sheets are linked by pentagonal rings at the edge to 
form a disk-like structure should be more stable than 
fullerene-60. These authors also considered the mech- 
anism of formation arising from rearrangement. Reh- 
ybridization and bonding were studied by Haddon, 
Bras, and Raghavachari who applied the r-orbital axis 
vector/3d-HMO (P0AV/3D HMO) method 14714 " and 
concluded that larger clusters were favored. It was also 
postulated that fullerene-240 should be more stable 
than Cm- Luthi and Almlof 163 " 144 have carried out 
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FlcnxcZZ. The *et of fullerenes C*,, Cvn- and Cm, with diameters in the ratio 1:23. Kroto and McKay"" showed that quasucoaahedral 
shape develops rapidly for the giant fulkrenea. Strain in the giant fullerenea is — p—"* 1 to be focused in the regions of the corannulene-like 
cusps. The surface thus becomes a smoothly curving network connecting the twelve cusps (reprinted from ref 108; copyright 1988 
MacmilUn Magazine* Ltd.). 
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large*cale restricted Hartree-Fock cdc^tons and they 
cSuced that AH, = 415^90 kc^/mol (relaUve to 
graphite) the electron affinity should be 0J eV and the 
ionization energy 7.92 eV. The electron affimty (2.4 eV) 
has been calculated by Larsson, Volosov, and Bgsen 
and by Braga et aL'« Schulman and Disch 1 " have 
calculated the heat of formation on the basis of ab initio 
SCF theory. , t . _ 

Hale 1- determined electronic properties, such as the 
ionization energy for fullerene-60, by the discrete var- 
iational (DV)-Xa method using the Slatertransition 
state formalism. Such calculations tend to be good for 
spheroidal systems- Hale's orbital energy level diagram 
far fuuerene-60 » reproduced in Figure 23. The Unear 
combination of muffin-tin orbital method in its atomic 
sphere approximation (LMTO ASA) was applied , by 
Satoathy * Calculations in which the partial retention 
of differential overlap PRDDO approach was applied 
were carried out by Maryiiick and r^^^tones 

tensor surface harmonic theory was used by Fowler ana 
Woolrich. 1 " The IMOA method (iterative maximum 
overlap approximation) was applied to a_ range of 
■ tuDerenea by Kovacevic, Graovac. and Babic*™ to aness 
hybridization, structure and the amount of strain in 
these cages. Haddon m has discussed degree of pyram- 
idalization considerations for fullerene-60 and other 
aromatic compounds. ■' --j- . 

Fabre and Raseat haw reviewed the properties of 
*nown aromatic molecules which are essentially com- 



In some of the calculations the electronic spectra of 
the fullerenes were the main focus. The cdculationa 
oV Kataoka and Nakajixna"* and Urifi and Udvardi™ 
used the Pariser-Parr-Pople method (with CI) to de- 
termine spectra, structural parameters, and oscillator 
strengths. Optimized 1NDO calculations were, pub- 
lished by Shibuya and Yoshitam." 1 Th e elecfaonic 
structure and the spectra have also been studied by the 
CNDO/S method (including CD by Larsson et aL and 
by Brag, et si 1 " Hayden and Mele 1 ™ evaluBted r- 
bonding behavior using the bght-bmdmg model with 
electron-phonon coupling for the ground and excited 
states of fullerene-60. Jahn-Teller iotafauties in the 
excitod electronic states and the ion have been cbsaified 
by Negri Orlandi, and Zerbetto" 9 who have also esti- 
mated Franck-Condon patterns and phosphorescence 

^verd^Silation. focused on the vibrational 
properties of fullerene-60. The result of primary (and 
totorical) significance isthatonly jour ^ame^teb 
are IR active due to the high symmetry of to moW - 
Of the 174 vibrational modes givmg nse to 421 funda- 
mentals of various symmetries, four have ^« 
and are IR active whereas 10 (eight h, and two a,) are 

R ' N ^1 r 2"stanton» gave P-lmunary de^of tbe 
vibrational behavior of fullerene-60 using MNDO the- 
olv A noaCartriin coordinate method was employed 
^^-teAe^tortions in terms of four-force field 

\" i'- 'IPS*-. '-' 
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SCF/STO-3G calculations of the vibrational properties 
of C ffl and other symmetric carbon cages have been 
published by Disch and Schulman." 11 Schulman et aL m 
have applied the ab initio and AMI methods to full- 
erene-24 and fullerene-60 in order to obtain heats of 
formation, vibrational frequencies, and ionization en- 
ergies. Coulombeau and Rassat have considered the 
vibrations of several fullerenes up to fullerene-120. 
They have also discussed hydrofullerenes. 1 * 4 In addi- 
tion to calculating the rotational properties on the basis 
of icosahedral symmetry analysis, 184 Weeks and Harter 
have carried out a normal mode study on the basis of 
a classical spring/mass model. 185 They have ""S 0 ^^ 
cussed the rovibrational properties of fullerene-60. lKW 
Stanton and Newton 190 extended and revised earlier 
MNDO studies giving detailed information on the 
normal modes. They have derived group theory in- 
variance theorems for vibrational analysis and have 
discussed the A„ vibration which essentially consists of 
rotary oscillations of the pentagonal rings. Cyvin et 
al. lsl used a 5-parameter force field to calculate the 
frequencies of the four IR active and 10 Raman-active 
modes; and Brendsdal et al. 193 have considered ap- 
proximate methods in order to determine all 46 vibra- 
tional frequencies. Brendsdal" 3 has discussed the 
symmetry coordinates. 

Slanina et ai have carried out a harmonic vibrational 
analysis within the AMI method for fullerene-60 and 
also fullerene-70. 194 The study has been extended to 
include consideration of structural, energetic, and 
thermodynamic properties of both species using MMP2 
and MNDO methods. 19 *-" 7 Bakowies and Thiel 19 * 199 
have used the MNDO approach to calculate the IR 
spectra of a whole range of fullerenes from C^-C^o. For 
Crj they deduce that one vibrational band should be 
significantly more intense than the rest, see section X. 

Heymann has discussed the possibility that He may 
be trapped in a fullerene-60 cage. 500 Calculations have 
been made of the spectroscopic properties of various 
intracage complexes by Ballester et aL 201 as suming the 
central atom is trapped in a polarizable uniform 
(spherical) dielectric cage. Kroto and Jura 2 " have 
discussed" the importance of charge-transfer processes 
in the spectra of neutral and ionic fullerene intra- as 
well as extracage (van der Waals) complexes. For the 
ions the energy is just the difference between the ion- 
ization potentials of the Cgo cage and the encapsulated 
species. Van der Waals complexes such as Cen-H* are 
likely to be particularly important (section XI). Rosen 
and Waestberg have calculated the electronic structure 
of CgoLa (and Cjo) obtaining ionization energies and 
electron affinities for the neutral and ionic species 
within the local-density approximation. 101 - 20 * Saito 109 
has also used the local density approximation to cal- 
culate the electronic properties of CgoM (M — K, O, CI). 

Theoretical calculations have been carried out on 
fullerene-60 derivatives such as hydrofullerenes by 
Coulombeau and Rassat 1 * 4 and by Scuaeria 308 who has 
also considered the perfluoro fullerene, CgoFeo- : Crystal 
packing considerations for spheroidal molecules in- 
cluding fullerene-60, have been discussed by Wil- 
liama 307 

Several papers have focused on the likely electrical 
'■ and/or magnetic properties of the fullerenes in partic- 
ular fnllmna^n (71... .™A U.AA~~ «ajOB UXiD 
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Figure 24. X-ray diffraction pattern of a microcrwallirie poader 
of fullerene-60 obtained by Kratschmer. Lamb. Fostiropouios. 
and Huffman.' Inset (upper left) is a single-crystal elect.-on 
diffraction pattern (shown in more detail in Figure 25) indexed 
with Miller indices compatible with the X-ray pattern. This 
pattern provided unequivocal evidence that the C m species ihey 
had isolated was a round ball 10 A in diameter in perfect 
agreement with expectation for buckminslerfullerene ireprtniea 
from ref 4; copyright 1990 MacmilUn Magazines Ltd.). 

and London theory, calculated the ring current mag- 
netic susceptibility and concluded that the shielding 
should be vanishingly small (less than 1 ppm) due 10 
cancellation of the diamagnetic and paramagnetic 
contributions. They concluded that fullerene-60 should - 
not show normal aromatic behavior. Studies by Fowler. 
Lazzeretti, and Zanasi 310 and Pauling 211 have suggested 
however that the diamagnetic term has been underes- 
timated. From large scale ab initio, coupled Hartree- 
Fock calculations (involving all electrons) of the po- 
larizability and magnetizability of Ca> and C ffl 3 *, Fowler 
et al. 310 conclude that the shielding should be roughly 
the sam e as for related aromatic systems. Haddon and 
Elser" 3 have discussed their own results 308 - 209 and 
reinterpreted those of Fowler et ai 310 and conclude that 
the latter study is consistent with a small delocalized 
susceptibility. Schmalz 313 has argued that the Fowler 
et al 110 interpretation is correct. The NMR study of 
Taylor et aL* yielded a chemical shift for fullerene-60 
which is fairly typical for an aromatic species. Fowler 
et aL 314 have extended their approach to the calculation 
of the shifts in fullerene-70, obtaining results consistent 
with observation and confirming the line assignments 
made by Taylor et aL* This problem is further dis- 
cussed in section X 

IX. The Isolation, Separation, and Structural 
Characterization of FuOerones-60 and -70 

Almost five years, to the day, since the special be- 
havior of the Co signal was recognized (Figure 5) and 
the buclmiinsterfullerene proposal made, 5 macroscopic 
samples were isolated and characterized. Kratschmer, 
Lamb, Foetiropoulos, and Huffman, 4 in following up 
their earlier IR observations. 5 - 74 discovered that at ca. 
300-400 "C a solid material could be sublimed from the 
deposit obtained from arc-processed graphite. They 
found that this sublimate was soluble in benzene and 
could be crystallized. The X-ray and electron diffrac- 
tion analyses (Figures 24 and 25) of the crystalline 
material so obtained (Figure 26) showed it consisted of 
„_ .„._*. i » j; » u_—;j-i — i— — < —a 



C_: Buck mtratorfuHer bob 



Ox dl Reviews. 1991. Vol. 91. No. 6 1227 




Figure 25. Single-crystal electron diffraction p«ttem of fuller- 
ene-60.' Further details of indicia are given ill Figure 24 (reprinted 
from ref 4; copvright 1990 MacmiUan Magazines Ltd.). 
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Figure 28. Transmission micrograph of crystals extracted by 
Kratschmer et si' from the deposit of arc- processed graphite. 
Thin platelets, rods and stars of hexagonal symmetry are obaerred 
(reprinted from ref 4; copyright 1990 Macmfflan Magazines Ltd.). 

by ca. 3.1 A (in graphite the interlayer distance ia 
3.4-15 A). These authors alao reported IR (Figure 27), 
UV/vis, and mass spectra of the extracted material. 
Bands of Cr, were present (weakly) in the IR spectrum 
and, in the UV/vis spectrum, some features of fuller- 
ene-60 were masked by those of fullerene-70. These 
results provided the first confirmation of the fuller- 
ene-60 structural proposal. 

In a parallel and independent study of similarly 
arc-processed carbon, Taylor et si' had also shown that 
Can was present by FAB-sampled mass spectrometry 
and that a red soluble extract could be obtained by 
treating the carbon deposit directly with benzene. 
Taylor et aL* processed the extract by the Soxhlet 
procedure and obtained a material which mass spec- 
trometry showed to contain a range of fullerenes, C«o 
and Cm in particular (Figure 28). This material was 
chromatographed by using hexane/ alumina, and Can. 
" iaad Cn were thereby separated into a magenta and red 
*• fractions, respectively. "C NMR measurements yielded 
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Ficure 27. Infrared spectrurn of fullerene-60 presented by 
Kratachmer et aL* showing the four fundamentals in excellent 
agreement with expectation for the proposed fullerene-60 
structure. Weaker features belong to fullerene-70 (reprinted from 
ref 4: copyright 1990 MacmiUan Magazines Ltd.). 
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Ficnre 28. FAB-sampled mass spectrum, obtained by Taylor 
,t .1 ' of the soluble material extracted from arc-processed gra- 
phite. Apart from unequivocal evidence for Cm end C,o in the 
extract there is also evidence for other even-numbered carbon 
species, particularly Cm and Cm (reprinted from ref 6; copyright 
1990 The Royal Society of Chemistry), 
proof that all 60 atoms are equivalent— a result totally 
commensurate with the buckminsterfullerene structure. 
There is of course the alternative solution that all the 
atoms are located on the perimeter of a monocyclic ring. 
This (explosively) unlikely possibility was eliminated 
by the NMR spectrum of Cn which consisted of a set 
of five lines (Figure 29c) with a chemical shift pattern 
and relative intensities commensurate with the fuller- 
ene-70 structure (Figure 30b) first suggested by Heath 
et al 1 This result not only confirmed the fullerene 
5/6-ring geodesic topology but also eliminated the 
possibility that the carbon atoms might be fiuxionaL 
Almost as important is the confirmation, by this result, 
of the existence of other members of the fullerene 
family. 

X. PostbuckmlnsterfuBorena Research— Th« 
First Results 
Since the revelation that macroscopic samples of the 
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Figure 2*. ^N\m«pectinobt^femi(±r«n»^ph^y 
D^fied^Dpk* (TayicTet iL«) of aofaible material exoacted tan 
S^^«c^dr»pDite (a) "C NMR spectrum of a purified 

iS^dW^rum of . purified ss.pt> of C» from which 

been elinUnated. These spectra jr. ™* 
a£,ctures and alignments presented in Figure 20. The wmg of 
thetoteme benxent solvent .ignd lie. to the fir r«ht-band side 
This set of Denervations provided unequivocal evidence that the 
carbon atom, in C. were indeed ill equivalent in perfect 
^menTSSh expedition if the molecule -ere huctou^r- 
fuUerene (Figure SOhThe five-line tpecttum for Cn °^" > ^jljTr 
content vShthat expected for (D^fuJUrene-70 (Figure 30). 
Thispectrum eliminated any lingerie doubt there might Have 
been tiuitthe C atom, were either fluxional or perh^locmted 
oTie perimeter of a monocyclic ring. It ^P^dri evrf^o. 
for the etdtfity of other member, of fuuerene f^"(repnnted 
froWeTccWrifht 1990 The Royal Society of Chenustry). 




Figure SO. Schematic diagram, of ft^ri^"^^^^ 
(bued oh diagrama of SUnina et aL-*). Afl aixty atom, u, 
^^^rJ^ciuWmlent where.. ftJlere^ po««« five 
SrS^oflirtam the ratio. "=«^^*«"£ 
a£x^ respectively a. afaown. Compare with the NMR spectrum 
.•' ahown in Figure 29. 

... • chromatographically separable, it is nowtfie tarn of 
k w exnerimemtalist ibhave a balL Ajie et al™ and Hare 
&SLm1ih» uj^ AWi-^i^ the UV/visible spectra of chro- 
^.j " A"-*-rr- , --':' ps 
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Figure 11. UV/vis spectra of chromatographically separated 
fullerene-60 and fullerene-70 n * in hexane solution (reprinted from 
ref 216: copyright 1991 Elsevier Science Publishers). 

TABLE I. Properties ef C, Buckminsterfallerene 



abt(oba)* 

528 
577 
1183 
1429 



Vibrational Frequ en cie s 

em(oba)' calc cm" 

S27.1 «2 
5703 618 
1169.1 U19 
1406J 1434 



X-ray Data** 
r(C-C) - L388 (9) A six-six ring fusion 
KC-C) - L432 (5) A five-six ring fusion 

NMR Data/' 
chemical shift (benzene aoln) 142.68 ppm 

Efectrooic/SpectroKopic DaU 
electron affinity* 16-18 eV 
ionization energy* 7.61 (a02)_eV 



UV/v 



7.61 IU.U2J ev 

213. 257 129 («_ - 135000, 175000, 51000) 
404 (w) 440-«70 (bid) (max. 500. 540. 570. 
600, 625) nm 

•Reference 4. 'Reference 218. •Reference 191- 'Reference 222. 
■SoHwWr. 24. 32. and 34. 'See Figure 28. 'Reference 6 £e 
aeTr^xuS ^'Reference 99. 'Reference. 101 102. 239 
and 240. 'Reference 216 (aee also ref 215). 'See aho F igure^ 

31) Reber et si 117 have observed a luminescence 
spectrum. From et si" 1 have observed a most inter- 
esting IR emission spectrum from a hot gas-phase 
fuuerene sample. The frequencies of the observed ^ 
bands are given in Table L _ ' 

The availability of significant quantities of fullfenes 
has also opened up a Round PoatbucfaninsterfullereM 
Era of polycyclic aromatic chemistry. Haufler etaL . 
found that C can undergo Birch reducbon to produce . 
a white solid ot formula CJK» They ^u^out that 
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„ olrrEP drawing (50* ellipsoid.) of the or^ to-one 

^Tc^ ^U^for the Advancement of Science). 

which 12 isolated double bonds remain, po^bW » the 
nentaeonal rings. The reduction appears to be rever 
rbl^dence for the existence of a C.U comply 
obtained by the laser vaporization JPP 10 ?*^^ 
£nally to detect CeoLa. 7 These authors aWes^bed 
Seresults of cyclic voltammetry measurements which 
^Sa that ^, has two reduction potential Simdar 
Measurements have been made by AUemand et aL 
whTobtained a third potentiaL Their cyclic voltam- 
metry measurements indicate that, cunous^ftdler- 
ene-HBO and -70 appear to exhibit similar electrochem- 

first attempt- to induce functional 
J^IUwkins et al m have found that they can form 
SKXe^O with OsO^-butylpynd^ 
and to analogues. In a further study Hawkins et aL= 
nave noToCed crystals of the 
ahown in Figure 32 and shown by X-ray analysis that 
rSnrfSefree C spheroid, in the sohd phase ha. 
bTneLinated by the attached group- Th* study has 
ySded the first carbon-carbon bond lengths for the 
ruHeTne cage (Table I). Arbogast 
served fascinating photophysical behavior, funerene-60 
s£ws nTfluorescence and effidently catalyzes the 
formation of singlet oxygen. These ( authors observe a 
amaU S-T splitting of ca. 9 kcal/mol which is probably 
due to the large diameter of the molecule andj there- 
sulting small electron-electron repulsion energy. This 
together with the very low fluorescence ™tea^ prob- 
aMylarge spin-orbit interaction appear, to account^ 
Z fflhaTintersystem creasing a a dominant process. 
XSenUonha. beendrawn to the fact that, due totheir 
_ photophysical activity, care should be taken when 
"- working with fullerenes. " , . . . 

V. - HareCet aL™ and Bethune et aL=? have made infrared 
Irte^etnents on tmnnxurtographjcaJly separated sam- 
5"j«; » ■ " 




„. „ Infrared apectrum of chromatogTaphically purified 

&Si^ etiL .T" d , c s?rtt«h^ 

soectruD of Bakowies and ThieL"*- 1 " The dashed 
^IneS^beaeHna. Not. that the intensity of Uie very 
i^blndeSculated to lie near 1*00 cm- haa been arb.trar.ly 
redu^dby ^factor of 3 relative to other features. Features 
ea?cXted%o\» «ry weak are indicted by markers the 
aumsted b-eline (reprinted from ref 224; copyright 1991 The 
Royal Society of Chemistry). 

ene-70 together with the calculated spectrum of Ba- 
kowies and Tttel* 1 " is presented m Figure 33_ Be- 
thune et aL™ and Dennis et al» have also made Ra- 
man measurements of fullerene-60 and -70. Liqu.d- 
phase NMR studies of unpurified fuUerene mixtures by 
Johnson et aL» confirmed the result of Taylor et al. 
(carried out on fully chromatographically punned sam- 
Dies) that the fullerene-60 resonance is a single line. 
Aiie et al* 4 have also confirmed the NMR measure- 
ments of a single line for fullerene-60 and five lines for 
fullerene-70; the former on a separated sample^ the 
latter on a mixed fuuerene-SO/^O sample A 2D NMR 
analysis on fullerene-70 by Johnson et al™ has une- 
quivocally txmfirmed the assignments P re "<*? ly 
; et aL« shown in Figures 29c and 30b. Further 
refinement* by Fowler et al 1 " of previous studies" 0 
predict fullerene-60 chemical shifts in exceUent agree- 
Swith expeinnent (within 3 ppm). f The study also 
includes estimate* of the shifts for fullerene-70 so 
suoocrth* further the pattern of line assignments given 
^T^etaL«CFigu«^cand30b) -.^0 et aL™ 
aid Yannoni et aL m have made solid-state NMR 
measurements down to 177 K where the motion is 
sufficiently slow for chemical shift tensor data to be 
obtained. Fullerene-60 rotates isotropically at 296 K 
and fullerene-70 rotates somewhat more amsotropicaUy. 
Haddon et al« have measured the magnetic suscep- 
tibuity of solid sample, of fullerenes and found it con- 
3 with a molecule with a small ring curren : ( s ee 
d^aion in section VIII). Fc*ler«rK>tes that when 
tbTr«ult is compared and contrasted ^th ttje NMR 
ah» of fullerene-60* it may imply ambivalent character 
w^ the^tion of the molecules -aromat.city is 

"Z^*^**^***^ (S™> offers 
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iTXTAioeooeEsi 
Y-rav diffraction pattern obtained by MacKay et «L 

"li™ __ild i. basically that of a strongly disordered stacking 
oTT^^ clcL-packing. exactly « , fo. • e^mentel 
„bJt. The hexagonal unit eel refines to a = 10017* WXMA 
^Shr = 16 402 ± O.Ol.and contains two C spheres. The ynera 
w^ld be 10/317 A between center, and the ^£*<™% 
"°TJ J* ."ig . cm -i The lines can be indexed as shown and it 
because of the sucking disorder orJy _tho« 
^nrocal lattice rows parallel to c for which ~h + « - 3» are 
ratio of 1.637 is very dose tojhe theoretical 
SETrf 1633 and thus the pattern can abo be indexed .with 
respect to a face-centered cubic lattice (with a = 14.186 A) (£» 
rfc^ooer meiall.with stacking disorder which removes the 200 
*nd*O0 reactions and which introduces a very weak Une (the 
fi£ Z a sA«ng of o/(8/3)»« due to double diffraction hom 
ISddng faulu. The intensity variation of the pattern 
corresponds to the transform of a sphere of radius 3.5 Agmn£ 
r™t minimum in the region of 2f = 25* Since crysUl is 
. mixture of FCC and HCP arrays, extractedoysta^ material 
probably contains solvent molecules trapped in the faults. 

et al 135 and Chen et al. 08 have deposited fullerene 
mono'layers on gold and studied them by 1 3™ The 
spherical molecules tend to form mobile hexagonally 
packed arrays on a surface. Chen et ai» observed local 
density variations on the surface of fuuerene-60 which 
are highly suggestive of five- and six-membered rings. 

The preliminary X-ray observations were made by 
Kratschmer et al.* working with crystalline material 
consisting mainly of fullerene-60 with some fuHerene-70 
present. A recent X-ray diffraction unage waa obtamed 
by MacKay et aL m using chromatograpmcaUy punned 
fullerene-60 (Figure 34). This imageis conunensurate 
with a completely random mix of HCP and FCC arrays 
of fullerene-60 molecules. Fleming et al"' obtained 
ourely FCC structured crystals from vacuum sublimed 
material. The implication is that interstitially trapped 
solvent probably stabilizes the mixed FCC/HCP crys- 
tals It appears that fullerene-60 spheres are routing 
in the lattice 01 and that when rotation ceases at low 
temperature the crystals are atill disordered at the at- 
omic level" 1 -* 1 " 3 ' , ^ , . _ 
A moat interesting study as far as theoretical chem- 
istry is concerned is that of Lichtenberger et al 
who measured the photoelectrori spertnim of fuUer- 
ene-60 on a surface and in the gas phase (Figure 35); 
The result- are in good agreement with the theoretical 
(DV)-Xa study of Hale* (Figure 23). The first IP of 
fuUerene-60. 7.61 eV. is nicely consistent with the result 



Ionization Energy (<V)- 

Fi«uiel5 Gas phase (upper) and thin film (lower) He I valence 
nr^leranTpectra of fuUerene-60 obtained by Uchlenberger 
P^S^The^DVOCa result, of Hale'- (see Figure 23) which 
appear to be in good agreement with observation are ">d'« t f i 
?£Srint*d from ref 239; copyright 1991 Elsevier Science Pub- 
Ushers). 

Luffer and Schram J " have made electron ionization 
mass spectrometry measurements on fuUerene-60. 

Several papers presented at a special symposium on 
the fullerenes (Nov 1990) have been collected together 
and published by Averback et a!.* 2 Some of the most 
important experimentally determined properties of 
fullerenes are presented in the Table I. 

XI. Astrophysical Implications of C M 

Although low-temperature ion-molecule processes 
(Herbst and rUemperer 2 * 3 and Dalgarno and Black ) 
can account for most interstellar species, the long cya- 
nopolyynes presented a problem. It was eip«nmuti 
which probed the possibility that carbon 
be responsible for them 31 * which revealed the stability 
of fullerene-60. 3 An important aspect of the experi- 
ments lay in the possibility of probing the conjecture 
of Douglas* 0 that carbon chains might beresponsible 
forSiffuse interstellar bands (DEBs) The DIBs are 
a set of interstellar optical absorption features of var- 
ying widths which have puzzled astronomers and 
^ctwecopists since the mid-1930s. Herbig has pub- 
£hedti£ definitive analysis of these features.'*"* 8 
Many possible contenders for the carrier have been 
suggeateThowever no generally accepted explanation 
exftasTfar. This is strange as the species responsible 
Nearly abundant, chemically bound (ue. not atomic), 
and must be quite stable in order to survive m the 
hostile interstellar environment or, if destroyed, be very 
efficiently reformed. The types of earner appear to be 
few in number and must have very large electronic 

^TptiSS. might be the widely distrib- 
uted uX Universe and particularly "> the outflow* 
from carbon stars was suggested when the onginal 
cSoovery of its stability was made. 3 It was also pomted 
fullerenes surface might be an unportent 
site for the catalysis of interstellar reactions and per- 
£. H (or « deZitux) might be responsible for^uch 
features as the DIBs. There is one key argument^" 
a^odTted with the proposal that fullerene analogues 
S« im-innized. comnlexed or otherwise) mav be 
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the carriers has that all previous suggestions do not: 
fullerene-60 and its analogues are unique in that they 
appear to survive the violent processes. which. occur, 
when the atomic components of a chaotic plasma con- 
dense to form particles. Various aspects of this original 
conjecture, particularly with' regard to possible deriva- 
tives such as intracage complexes both ionized and 
neutral, have been discussed" -5 * in general terms. 

As fax as the neutral fullerene-60 species in space is 
concerned, the negative results of searches based on the 
laboratory measurement 98 has been published by Snow 
and Seab 247 and Sommerville and Bellis. 248 

The conditions in the ISM are such that a large 
fraction of any fullerene-60 molecules present is likely 
to be ionized and thus it has been pointed out that the 
spectra of ionized fullerenes such as C m * or fullerene 
analogues (such as the cage complexes C^M*) might 
be responsible for some astrophysics! features." 5, 
Leger et al" 3 and Joblin et aL 230 have taken up the Cs,* ■ 
proposal and considered it further. 

Complexed species (section VIII) in the interstellar . 
medium are particularly interesting as any C ffl present 
is likely to be ionized and probably, have something 
stuck to its surface. As the DIBs exhibit features rem- 
iniscent of matrix spectra, the possibility that intracage 
complexes 5457 - 201 "™ as well as the extracage complexes™ 
might be responsible has been discussed. Heymann 200 
has considered the He intracage complexes and Bal- 
lester et aL other likely species containing 0, Na, etc. 20 ' 
Kroto and Jura 209 draw particular attention to the fact 
that the charge transfer bands of the (Ca>M)* intracage 
complex and the van der Waals extracage complex 
(Ceo)*M (M = alkali, alkaline earth, or other element) 
are likely to be very strong. Particularly interesting are 
possible relationships that charge-transfer transitions 
might have with the DIBs and perhaps also the strong 
unassigned 2170 A absorption feature which has puzzled 
astronomers for over seven decades. Hoyle and Wick- 
ramasinghe 291 suggested that C m itself might explain 
this feature and further calculations relating to this 
possibility have been discussed by Braga et aL 187 Ra- 
bilizirov 252 has also discussed these possibilities. 
Wright 253 has discussed the general optical/UV char- 
acteristics of fullerenes and concludes that the observed 
interstellar extinction is not consistent with the pres- 
ence of significant quantities of spheroidal particles with 
graphite-like outer shells. In this respect the existence 
of the amorphous carbon surface layers surrounding the 
' graphite cores of carbon microparticles may well be 
important. 116 From the UV/vis spectra obtained so 
far*- 215 - 218 it is clear that neutral fullerene-60 is not re- 
sponsible for either the DIBs or the 2170 A hump. 

There are also some intriguing interstellar emission 
features in the IR, termed the unidentified infrared 
bands (UIBs), which have been assigned to PAH-like 
material by Duley and Williams, 214 Leger and Puget, 258 
and Allamandola et aL 258 The assignment rests largely 
on the reasonable correspondence between the astro- 
physical frequencies and those of polycydic aromatic 
molecules which are usually used for fingerprint iden- 
tification of large PAHs. Balm and Kroto 257 have dis- 
cussed the fact that, if the fullerene-60 concept is cor- 
rect, PAH material in space is likely to be nonplanar. 
&lAAp They point out that one feature, namely that at 11.3 



The new results also offer possible new avenues of 
study as fax as condensed carbonaceous matter in the 
cosmos is concerned. According to McKay et al. 258 
caged carbon clusters may offer a plausible explanation 
of some of the isotope anomalies observed in the ele- 
mental analysis of carbonaceous chondrites particularly 
the ^Ne anomaly. Clayton 259 has pointed out that 
condensation in the atmospheres of supemovae might 
explain the so-called Ne-E anomaly. McKay et al. 258 
have suggested thai this observation might be explained 
by encapsulation of "Na in fullerene cages or icospiral 
embryos during the dust formation phases that follow 
supernova and nova outbursts. Subsequently, the decay 
of a Na yields an encapsulated n Ne atom. Zinner et 
al. 260 have pointed out that isotope anomalies are only 
to be found in spheroidal carbon grains. So far the only 
evidence that Cm might exist in space is an unconfirmed 
report by Anderson.- 61 

XII. Conclusions 

It took some 15 or so years before the imaginative 
theoretical conjectures of Osawa and Yoshida 1114 and 
Bochvar and GaTpern 1718 were realized in the discovery 
of the stability of the C m mass spectrometric signal 3 in 
1985. A further period of five years elapsed during 
which time many experimental measurements and 
theoretical studies were made. By-and-large the theo- 
retical work (section VIII) substantiated the idea that 
buckminsterfullerene should be stable. As time elapsed 
the weight of circumstantial evidence grew and ulti- 
mately became convincing. The key observations in- 
clude: 

(1) Detection of monometallic complexes indicated 
that atom encapsulation was feasible. 7 - 98 

(2) Further cluster beam studies showed 60 to be a 
magic number whether the carbon species was posi- 
tively or negatively charged or neutral. 6 '- 66 - 52 

(3) Reactivity studies showed the molecule to possess 
an inertness that was consistent with closure and the 
absence of dangling bonds. 103 - 96 

(4) The pentagon isolation principle explained the 
observation of C M as the first magic number and C 70 
as the second.* 3 Thus it was shown that the fullerene 
hypothesis rested on the observation of two magic 
numbers and not just one. Further refinement of the 
geodesic principle explained other observed magic 
numbers." 

(5) Large fullerene networks were found to possess 
quasiicosahedral structures and thus related giant 
concentric cage species 108 appeared to explain the in- 
frastructure of the carbon microparticles observed by 
Iijima. 109110 

(6) Photoelectron measurements of Yang et aL" were 
also quite consistent with the fullerene conjecture. 

These and other studies (discussed in sections V-VII) 
thus had laid the background against which the critical 
infrared observation of Kratschmer et aL 5 - 74 was made. 
They were led to make this observation by considering 
that some intriguing optical features observed in 1982 
might be due to buckminsterfullerene. These obser- 
vations were followed up by Kratschmer, Lamb, F os- 
tiropoulos, and Huffman 4 and Taylor et al.. 8 and the 
results have revolutionized the field in that now the 
material can be made in quantity and the properties of 
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It is interesting to note that the motives for the ex- 
periments which serendipitously revealed the sponta- 
neous creation and remarkable stability 3 of C M were 
astrophysics! Behind this goal lay. a quest for an un- 
derstanding of the curiously pivotal role that carbon 
plays in the origin of stars, planets, and biospheres. 
Behind the recent breakthrough of Kratschmer et al. 
in producing macroscopic amounts of fullerene-60, lay 
similar astrophysical ideas. 4 It is fascinating to now 
ponder over whether buckminsterfullerene is distrib- 
uted throughout space, and we have not recognized it. 
and that it may have been under our noses on earth, 
or at least played an important role in some very com- 
mon environmental processes, since time immemorial. 

The material is already exhibiting novel physical and 
chemical properties and there can be little doubt that 
an exciting field of chemistry and materials science, 
with many exciting applications has opened up. One 
of its most important' properties is its ability to accept 
electrons. The low-lying LUMO causes it to be a soft, 
electrophile. 

It is perhaps worthwhile noting that C a might have 
been detected in a sooting flame decades ago and that 
our present enlightenment has been long delayed. How 
serious this delay has been only time will tell; however, 
already fullerene chemistry is a vibrant field of study 
and the prospects for new materials with novel prop- 
erties is most promising. Certainly, a New Round 
Postbuckminsterfullerene World of carbon chemistry 
appears to have been discovered, almost overnight. It 
should not be long before the molecule becomes a 
standard in textbooks; indeed construction procedures 
for fullerene-60 and giant fullerenes are to be found in 
the educational literature. 1J *- J6J 

Warning 

The UCLA group has pointed out the importance of 
treating the material with great caution at this time 
when so little is known about it 30 Its ability to catalyze 
the formation of singlet oxygen and its novel chemical 
behavior inevitably suggest the possibility that the 
fullerenes might be carcinogenic Particular care should 
be taken to ensure that the dust is not inhaled during 
preparation of the soot itself. 
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The cover picture shows, a section of a high-frequency oven used in a novel 
synthesis of fullerenes. The reaction zone (at approximately 2800 °C, the light 
is dimmed by the soot beginning to deposit) is depicted at the start of the 
fullerene production. The inductor, boron nitride insulation tube, quartz tube, 
and initial formation of smoke can be seen. More about the novel efficient 
synthetic method is reported by M. Jansen and G. Peters on page 223. The 
boom in fullerene chemistry, continues. The third in a series of highlights on the 
important recent results (previous updates were published last year in the 
January and June issues) will appear in the next issue. An overview of the 
preparations, properties, and reactions of C 60 is planned. This issue includes 
two highlights on silicon clusters including Si 60 (p. 173). a communication on 
He@C 60 (p. 183), and, last but not least, an exciting account by H. Kroto on 
the start of the fullerene story (p. 1 1 1). 




Review Articles 



A "round organic chemistry" has burgeoned 
this last year following the development of an 
efficient means of producing fullerenes in 
1989/1990. One of the protoganists in the 
fullerene story describes in a lively personal 
style how this fascinating new chemistry 
came about. In this thriller he points out that 
the discovery of C 60 in 1985 did not result 
from an applications-oriented search, but 
rather from basic research and scientific cu- 
riosity. 
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C 60 : Buckminsterfullerene, The Celestial 
Sphere that Fell to Earth 



Almost atomic resolution is achieved today in techniques for studying 
monomolecular Langmuir films of amphiphilic molecules. Synchrotron X-ray 
sources providing well-coilimated, high-intensity radiation make this possible. 
In this review the principles and methods used to study thin films are discussed. 
In these investigations, for instance, a strong influence from solute molecules 
or ions in the subphase on the crystallinity of the monomolecular layer was 
revealed : whereas a-glycine increases the crystallinity of a fluorocarbon mono- 
layer, ^-alanine decreases it. Possible explanations for the phenomena are also 
presented. 
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C 60 : Buckminsterfullerene, The Celestial Sphere that Fell 
to Earth 

By Harold W. Kroto* 

In 1975-1978 the long-chained polyynylcyanides, HC 5 N, HC 7 N. and HC,N were surprisingly 
discovered in the cold dark clouds of interstellar space by radioastronomy. The subsequent 
quest for their source indicated that they were being blown out of red giant, carbon stars. In 
1985 carbon-cluster experiments aimed at simulating the chemistry in such stars confirmed 
these objects' as likely sources. During these cluster studies a serendipitous discovery was 
made; a stable pure-carbon species, C 60 . formed spontaneously in a chaotic plasma produced 
by a laser focused on a graphite target. A closed spheroidal cage structure was proposed for 
this molecule, which was to become the third well-characterized allotrope of carbon and was 
named buckminsterfullerene. It has taken five years to produce sufficient material to prove the 
correctness of this conjecture. There may be a timely object lesson in the fact that exciting new 
and strategically important fields of chemistry and materials science have been "discovered 
overnight due to fundamental research, much of which was unable to attract financial support, 
and all of which was stimulated by a fascination with the role of carbon in space and stars. In 
this account, interesting aspects of this discovery, its origins, and its sequel are presented. The 
story has many facets, some of which relate to the way scientific discoveries are made. 



Molecules with Unsaturated Carbon Bonds 

In the early 1970s, the chemistry of carbon in unsaturated 
configurations became the prime research focus for my 
group at the University of Sussex. 1 " We were interested in 
free unstable species and reaction intermediates containing 
C-S, C-P, C-Si, or even C-C multiple bonds. The work orig- 
inated from an abortive attempt to produce thioformalde- 
hyde (H 2 C=S) by photolysis. However, we switched imme- 
diately to thermolytic activation after I heard a lecture in 
which Don Johnson (from the U.S. National Bureau of 
Standards in Washington, D.C.) described how he and Pow- 
ell had made this compound 121 by passing MeSSMe vapor 
through a quartz tube heated simply by a bunsen burner! 



[•] Prof. Dr. H. W. Kroto 

School of Chemistry and Molecular Sciences 
University of Sussex 
Brighton BN1 9QJ (UK) 



This approach worked beautifully; we produced numerous 
other new compounds containing the C=S moiety such as 
thioethanal and thioketene by thermolysis of specially syn- 
thesised precursors, and characterized them mainly by mi- 
crowave and photoelectron spectroscopy. 111 These sulfur 
species possessed a distinctive odor, and I for one have sym- 
pathy with the citizens of Freiburg who, according , to 
Noller,' 31 forced Baumann and Fromm to abandon their, 
work on these compounds. We gave up our work on seleno 
analogues for" similar reasons after detecting seleno- 
propanal! After success with sulfur/carbon compounds we 
jumped, in the spirit of Mendeleev, to the next element in the 
second row of the periodic table, phosphorus. The first phos- 
phaalkenes, CH 2 =PH and CH 2 =PC1, |4! were produced in 
1976 in a joint project with John Nixon; several more fol- 
lowed." 1 Simultaneously, Becker in Germany made 
PhP=C(rBu)OSiMe 3 . 151 At this stage I envisaged a simple 
possible solution to the problem which had been on my mind 
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since 1964. namely to ascertain whether derivatives of Gier's 
beautiful molecule HCsP' 61 could be made. I had been fas- 
cinated with HCsP since the day I arrived as a postdoc at the 
National Research Council (NRC) laboratory in Ottawa 
and heard Takeshi Oka (who was' then also an NRC post- 
doc) enthuse over a spectrum of this molecule which Kelvin 
Tyler (another NRC postdoc) had just obtained.' 7 ' It seemed 
to me that the chemistry of HC=P and its analogues must 
parallel that of the nitriles. Transition-metal complexes 
could probably be prepared, and cycloadditions to generate 
phosphorus-containing rings would be feasible.' 8- 91 The sim- 
ple approach worked very well, and we produced the first 
phosphaacetylene derivative. CH 3 C=P." 01 by thermolysis 
of EtPCU (provided by R. Schmutzler). We followed this 
breakthrough with the syntheses of other XC=P species 
(X = Hal. Ph. N=C. N=C-C=C, etc.' 1 '). It is most satisfy- 
ing that, as I had originally conjectured in 1964, the phos- 
phaalkynes (and the phosphaalkenes) have subsequently 
been exploited by ourselves and other groups as synthetic 
building blocks. 

In parallel with our studies of compounds made up of 
second-row elements and carbon we probed molecules con- 
taining chains with C— C multiple bonds. My fascination 
with such chains developed very early on in a study of the 
peculiar molecule, carbon suboxide 0=C=C=C=0 (one 
subject of my Ph.D. work at Sheffield in the early 1960s with 
my supervisor Richard Dixon). This stimulated my curiosity 
in extended carbon chains and the unusual flexibility which 
they often exhibited; a preoccupation with such molecules 
has continued to this day. When I flash-photolyzed C 3 0 2 a 
year or two later at the NRC. I ended up with a cell full of 
black soot and a magnificent spectrum of the C 3 molecule, 
whose enigmatic patterns had finally been deciphered by 
Gausset etal.'"' Almost everything about these carbon 
chains seemed idiosyncratic, and I stored such observations 
up for the future. These memories were reawakened in the 
early 1970s by David Walton's work on polyynes at the Uni- 
versity of Sussex. David had developed elegant methods for 
synthesizing long-chain polyynes, based upon silyl-protec- 
tion techniques which he pioneered in acetylene chem- 
istry." 2 " l4) He and his students had made the parent 
24 carbon-atom species in minute quantities in solution and 



tion-rotation dynamics — a topic which had attracted my 
interest. In my mind they conjured up an image of a micro- 
scopic quantum-mechanical cheerleader tossing a very 
bendy bamboo baton high into the air — and then attempting 
to catch the violently flexing and turning, baton it as it de- 
scended. The obvious first compound for microwave study 
was the cyanopolyyne, HC S N, because of its expected enor- 
mous dipole moment. Walton devised a synthetic route: An- 
thony Alexander, a "Chemistry by Thesis" student (editorial 
comment: for an explanation see the acknowledgements at 
the end of the review), successfully prepared it and measured 
its microwave spectrum in 1974.' 151 This was a wonderful 
achievement for an undergraduate and .a very important one 
for me, since it was the first molecule to be characterized on 
our newly acquired microwave spectrometer. 




Fig. 1. ThedarkcloudsinTaurusfromBarnardsl927survey.y4/(aiq/'Sf/fc/e</ 
Regioru of the Milky Way. (Ed;: E. B. Frost. R. Calvert). Carnegie Institute. 
Washington. D.C.. 1927 . Heiles's Cloud 2 is in the left-hand bottom comer as 
indicated by coordinate markers. 



At about this time spectacular advances were being made 
in molecular radioastronomy. The black clouds which are 
smeared across our Milky Way galaxy (Fig. 1) were found 
to possess long-hidden dark secrets. Townes and co-work- 
ers" 6 ' opened the Pandora's box in 1968 and revealed that 



H-C=C-C=C-C=C-C3C-C=C-C=C-C=C-C=C-C=C-C=C-CaC-C3C-H 



even a 32 carbon-atom (silyl-protected) polyyne." 31 These 
chains were precisely what was needed for a study of vibra 



the clouds are full of identifiable molecules. Astronomers 
suddenly realized what a key role molecules played in the 
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intimate gas dynamics involved in the birth of stars and 
planets. Apart from well-known species such as ammonia, 
water, and ethanol-enough for 10 28 bottles of schnapps in 
Onon alone— Bill IClemperer ingeniously identified the 
HCCT ion (protonated CO)" 71 which had not previously 
been detected in the laboratory. Thus space served not only 
as a playground reserved for astronomers, but it now pre- 
sented chemists with a novel piece of apparatus, indeed a 
colossal new spectroscopic sample cell, containing a plethora 
of exotic molecules in a wide range of physico-chemical 
:n vironments.' 181 Shortly after Turner" 91 had detected 
-IC 3 N by microwave frequencies, I wrote to Takeshi Oka at 
the NRC; my group had recorded the analogous frequencies 
of HC,R and I wanted to search for the molecule in space. 
Takeshi and I had worked (1964-1966) in the same labora- 
tory at the NRC during the golden years of that research 
organization. 1 * 1 He replied saying that he was "very, very, 
very, very, very much interested". 

In November 1975 the search for radio waves of HC 5 N 
(with Canadian astronomers Lome Avery, Norm Broten, 
and John MacLeod) resulted in the successful detection of a 
signal from Sgr B 2 . a giant cloud of molecules near the center 
of the galaxy. 1201 Although we had been hopeful, we. were 
surprised by our discovery since it had seemed such a long 
shot. In 1975 molecules with more than three or four heavy 
(C, N, or O) atoms were assumed to be far too rare to be 
detectable. However, having found HC 5 N in space, we 
thought that HC 7 N might also be present. Walton devised a 
synthesis of HC 7 N, and graduate student Colin Kirby man- 
aged the very difficult problem of making it and measuring 
its spectrum. 12 ". By the time Colin (in England) finally suc- 
ceeded in recording the vital frequency, we were actually 
working on the radio telescope, since our allotted observing 
session had already started. Colin telephoned my wife, who 
wrote the value on an envelope (Fig. 2 left). She then tele- 
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Fig 2 The envelope (left) and intermediate note (right) with the precious ex, 
perimental data from which the frequency of HC,N in space.was determined.. 



phoned Fokke Creutzberg, a friend in Ottawa, who also 
noted it carefully (Fig. 2 right) and transmitted it to us at the 
telescope site in Algonquin park (Fig. 3). The next few hours 
were high drama. We dashed out to the telescope and tuned 
the receiver to the predicted frequency range as Taurus 





Fig. 3. The 46 m radiotelescope in Algonquin Park. Ontario. Canada with 
which the long-chain carbon molecules in space were detected. 



(Fig. 1) rose above the horizon (perfect timing). We tracked 
the extremely weak signals from the cold dark cloud 
throughout the evening. The computer drove the telescope 
and stored incoming data, but to our frustration we could 
not process the data on-line while the telescope was running. 
The system did. however, display individual ten-minute inte- 
grations, and as the run progressed we watched the oscillo- 
scope for the slightest trace of the predicted signal in the 
receiver's central channel. During the course of these ten- 
minute snapshots, we gradually concluded that the central 
channel signal was possibly higher on the average than near- 
by ones. Desperate for even the faintest scent of success, we 
carried out a simple statistical analysis in order to determine , 
whether the signal level of the channel was greater than the 
noise. As the night wore on we became more and more excit- 
ed convinced that the signal was significantly more often 
high than low; we could hardly wajt for Taurus to set. By 
1 00 a.m. we were too excited and impatient to wait any 
longer, and shortly before the cloud vanished completely. 
Avery stopped the run and processed the data. The moment 
when the trace in Figure 4 appeared on the oscilloscope was 
one of those that scientists dream about and which, at a 
stroke compensate for all the hard work and the disappoint- 
ments which are endemic in life. The circumstances of this 
discovery-the arrival of the value of the microwave fre- 




(•) Under the guidance of Gerhard Herzberg the NRC had become the Mecca 
for spectroscopists. and it was here that Cec Costain introduced me to the 
delights of microwave spectroscopy. 
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Fig 4 The first oscilloscope trace of ihe radio signal emitted by inlerstellar 
HC,N in Heiles's Cloud 2 Vn the constellation of Taurus (see the coord.nat.on 
markers in Fig. 1). 
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quency from the UK just the nick of time, the gradual 
growth of the conviction that there might be a signal in that 
central channel of the receiver, and then finally the revelation 
that we (Fig. 5) had detected an enormous molecule in 
space' 221 — made for a truly cathartic scientific experience. 
(Modem on-line data processing would have diminished the 
experience). Obviously, the next candidate was HC,N. but 




Fig. 5. The team at the NRC laboratory just after the detection of HC,N i; 
space (from left): Avery. Oka. Broten. MacLeod, and Kroto. 



its synthesis was a daunting task. Fortunately, Oka devel- 
oped a beautifully simple extrapolation technique with 
which he predicted the radio frequencies of HC 9 N. Almost 
unbelievably, we detected this molecule as well !' 23 ' Bell et al. 
later detected even HCuN.' 2 * 1 



The Search for the Source of Carbon Chains 
in Space 

It is not so obvious today, but in 1975-1978 such long- 
chain molecules were a totally new and unexpected compo- 
nent of the interstellar medium. How such species came to be 
present was not at all clear. I felt that it was not sufficient just 
to have co-discovered them; I really wanted to solve the 
puzzle of how they got there in the first place, and indeed 
what they were doing there anyway. After all. everything in 
nature seems to have some role to play. The search for the 
source of these compounds became something of a preoccu- 
pation (even an obsession). By the early 1980s I was con- 
vinced that the ion-mo|ecule reactions which Eric Herbst 
and Bill Klemperer,' 251 and Alex Dalgarno and John 
Black' 261 had devised, and which accounted beautifully for 
almost all other interstellar molecules, really could not ex- 
plain the origins of chain molecules."- 181 It gradually be- 
came clear to me that red giant, carbon stars must hold the 
key. Particularly interesting was the spectacular infrared ob- 
ject IRC -I- 10216, discovered by Eric Becklin and his col- 
leagues,' 271 which pumps vast quantities of chains and grains 
out into space. I wondered about this red giant and the fact 
that it was shrouded in grains and chains, which were formed 
at roughly the same time." - 181 and whether "the long chains 
may be an intermediate form of carbon, between atoms and 
small molecules such as C. C,. and C 3 . which are well 
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known, and particles with high carbon content such as 
soot"." 1 Perhaps some symbiotic chain/dust chemistry was 
involved. 



The First Visit to Rice University (Easter 1984) 

The foregoing account sets out the background for my 
thoughts about the role of carbon in space prior to my trip 
to Rice University in Texas during Easter 1984 to visit Bob 
Curl. Almost the first thing that Curl told me was that I 
should visit his colleague. Rick Smalley. He enthused over a 
very recent result obtained by Smalley and his co-workers, 
who had analyzed the spectrum of the SiC, and had shown 
the molecule not to be linear, as some might have expected, 
but triangular.' 281 (The analogous C 3 species is linear, al- 
though only just."") I visited Smalley's laboratory and saw 
the laser vaporization cluster-beam apparatus which he and 
his co-workers had recently developed. This powerful tech- 
nique enabled the mass-spectrometric study of stable clusters 
formed in a helium-entrained plasma, produced by a pulsed 
laser focused on a solid target. In this particular experiment 
silicon carbide was vaporized and the electronic spectrum of 
SiC 2 observed.' 281 I was much impressed by the result but 
even more by the experimental technique.' 29 ' This method 
was clearly a major breakthrough in cluster science, since it 
made refractory clusters accessible for detailed study for the 
first time. I had already heard of it, but to see the apparatus 
in operation was quite fascinating. The result of the SiC 2 
experiment was particularly interesting to me, because it was 
consistent with some unusual theoretical results for 
>Si=C< species' 301 obtained at Sussex in collaboration 
with John Murrell some years earlier. What excited me most, 
however, was the thought that by simply replacing silicon 
carbide with graphite, it should be possible to simulate the 
type of chemistry which takes place in the atmosphere of a 
carbon star and produce the long carbon chains. As the day 
wore on I became more and more convinced that the tech- 
nique was perfect for this purpose and that evening discussed 
it with Curl. Because of his interest in microwave spec- 
troscopy, he was immediately enthusiastic, and we made 
plans for a joint project in the hope that Smalley would also 
be interested. Perhaps we could detect chains with as many 
as 24-32 carbon atoms related to Walton's polyynes or Hin- 
tenberger's equally amazing pure-carbon species (C 33 etc.), 
which were detected by mass spectrometry in the early 1960s 
in a carbon arc.' 31 ' I dreamt that one day it might be possible 
to detect a chain molecule such as HC„N (which is as long 
as the chains that Walton had made in a test tube) in space. 
Curl was particularly excited by the prospect that we could . 
check out an interesting idea. of the late Alec Douglas,!- 321 
namely, that carbon chains might be carriers of the famous 
Diffuse Interstellar Bands — a set of absorption features' 33 ' 
which have puzzled astronomers and spectroscopists for 
more than six decades. Because the project was not consid- 
ered a priority by the cluster group at Rice University at that 
stage, it had to await a convenient slot in their program. 

In the interim, a group at Exxon carried out the basic 
graphite-vaporization experiment. In the summer of that 
year (1984) they published a fascinating result: the discovery 
of a totally new family of carbon clusters C 30 -C I90 ' 341 — 
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much larger species than those prepared by Walton 
etal." 2 " 1 * 1 or observed by Hintenberger. 13 " This exciting 
discovery was peculiar because only even-numbered clusters 
were detected. It is important to note that at this juncture no 
specific cluster was perceived to be special. In August 1985 
(almost 18 months after my visit) Curl telephoned to say that 
carbon experiments were at long last imminent. He asked 
whether I wanted to come to Houston to participate or if 
they should carry out the experiments and send the data to 
me. One thing was certain in my mind: I had not waited this 
long to have my experiments carried out by others in my 
absence; I wanted to do them myself and to direct the oper- 
ation personally. Therefore I packed my bags and at my. wife 
Marg's expense arrived at Rice University within days. 



Second Visit to Rice University — 
The Discovery of C 60 

Silicon and germanium cluster studies were on the Rice 
plate in August 1985 because of their implications for semi- 
conductors. Such experiments were considered to be impor- 
tant because the results might have useful applications (!) 
The carbon project, on the other hand, was thought to have 
no possible application (other than for astronomy) and was 
to be completed quickly, causing as little delay to the semi- 
conductor study as possible. Preliminary measurerits on car- 
bon had already been carried out, and the Exxon spectra had 
been reproduced; nothing untoward was noticed. As soon as 
I arrived (August 28th) I presented a lengthy informal semi- 
nar on everything I knew about carbon in space, stars, and 
soot. My experiments started on Sunday, September 1st, 
1985. I worked in the laboratory alongside two research 
students, Jim Heath and Sean O'Brien — an exhilarating ex- 
perience; Yuan Liu was also involved. We toiled late into the 
night, varying the clustering conditions and monitoring the 
reactions of the carbon clusters with hydrogen, oxygen, and 
ammonia — gases which I thought would give rise to 
polyynylcyanides and other chain molecules. They did! The 
experiments thus immediately confirmed that the chemistry 
in red giant stars could be responsible for interstellar carbon 
chains. Curl and Smalley paid frequent visits to the laborato- 
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Fig. 7. Entries by Heath. Liu. and O'Brien in the Cluster Laboratory Note- 
book from the period September 4-7. 1985 when key experiments were carried 
out at Rice University, a) September 4th : First recorded note that C«, and C 10 
were very strong (see also Fig. 6). b) September 5th: C„ signal again very 
strong, c) September 6th: Record of first experiments which specifically aimed 
at optimization of the conditions for production of a dominant C,,, signal C'C M 
is 30 x larger than C,,.") d) September 7th: Further power-dependence stud- 
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Fig. 6. Annotated time-of-flight (TOF) mass spectrum of carbon clusters pro- 
duced on Wednesday, September 4th. 1985. the day on which the dominance of 
the C,,, signal was first recorded (see also Fig. 7 a). 



ry. As the experiments progressed it gradually became clear 
that something quite remarkable was taking place: As we 
varied the conditions from one run to the next, we noticed 
that a peak at 720 amu 1 * 1 (corresponding to a C 60 species) 
behaved in a most peculiar fashion. Sometimes it was com- 
pletely off-scale; at other times it was quite unassuming. The 
spectrum recorded on Wednesday, September 4th, 1985 was 
astounding (Fig. 6). Our reactions were noted in the labora- 
tory record book (Fig. 7 a), and I annotated my copy of the 
printout (Fig. 6). From that point onwards the idiosyncratic 
behavior of this peak was followed very, very closely 
(Fig. 7 b). When this result appeared, the carbon project— 



[•] Editorial note: amu «■ atomic mass unit. According to Quantities. Units and 
Svmbols in Physical Chemistry (Ed. : Int. Union of Pure and Applied Chem- 
istry). Black well. Oxford. 1989 (Chapter 2.10). amu is the symbol for the 
unified atomic mass unit m, and the unit u. In this review the unit amu which 
is still encountered frequently is used. 



for the first time — engendered general interest, and by mutu- 
al agreement continuation of the semiconductor program 
was delayed so that we could concentrate on the remarkable 
phenomenon which we had uncovered. As the weekend 
approached our actions, thoughts, and conversations turned 
more and more to the phenomenon. What might.this special 
"wadge'* of carbon be? Smalley had never come across this 
British term for a cluster and liked it so much that he started 
to refer to C 60 as the "Mother Wadge"; the omnipresence of 
the cluster led me to call it the "Godwadge". On Friday. 
September 6 during a group meeting. Curl suggested that we 
should concentrate on identifying the conditions under 
which the 720 amu peak was most prominent. O'Brien and 
Heath agreed to work shifts during the weekend. Experi- 
ments aimed specifically at optimizing the signal were car- 
ried out that same evening, and conditions were immediately 
found under which C 60 peak was 30 times stronger than the 
adjacent C J8 signal (Fig. 7c). After further optimization 
(Fig. 7d) the striking spectrum (Fig. 8) was finally obtained. 
C 70 is also prominent! 
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Fig. 8. TOF mass spectrum of carbon clusters under the optimum conditions 
for the observation of a dominant C M signal. 



themselves up into closed cages, thus eliminating the 
dangling edge bonds and making the cage unreactive. This 
idea had instant appeal for all. For me this concept brought 
back vivid memories of Buckminster Fuller's geodesic dome 
at EXPO '67 in Montreal (Figs. 9 and 10). I had actually 




Fig. 9. Photograph (by Michel ProuU) of the geodesic dome designed by Buck- 
minster Fuller for the U.S. exhibit at EXPO '67 in Montreal (taken from 
Graphis 1967. 132 379). One of the pentagons necessary for closure is discern- 
ablc in this photograph. 



been inside this remarkable structure at that time and re- 
membered pushing my small son in his pram along the ramps 
and up the escalators, high up among the exhibition stands 
and close to the delicate network of struts from which the 
edifice was primarily constructed. This experience had. left an 
image in my mind which could never be erased. I had collect- 
ed numerous photographs of the dome from magazines over 




The Structure of C 60 (?) 

What on earth could C 50 (?) be? In the days following our 
discovery of C 60 (Fig. 6), the signal began gradually to dom- 
inate our results as well as our thoughts and conversa- 
tion. The quest for a structure which could account for this 
precocious wadge of carbon led to numerous, synergistic 
[Editorial, comment: R. Buckminster Fuller's architectural 
constructions were based on a vectoral geometry which he 
called energetic — synergetic geometry. This was founded on 
a natural philosophy, according to which nature constructs 
systems of forces such that the maximal strength can be 
obtained from the minimum effort in construction.] discus- 
sions among all Five members of the team during those days. 
The deliberations were particularly intense on Monday, Sep- 
tember 9th. As this day wore on and all the ideas which had 
"surfaced during the period were assessed and reassessed, a 
consensus grew that C 60 might be some sort of spheroid. One 
possibility we considered was that the laser had blasted 
flakes of hexagonal carbon from the graphite surface, and 
that these hot graphite-like networks had somehow wrapped 




Fig. 10. Photograph (by Robin Whyman) of the inside of the EXPO 67 dome 
in Montreal. One of the pentagons necessary for closure is clearly visible in the 
middle section, as is the way in which the strut lengths have been adjusted to 
achieve a smooth round shape. 
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Fig. 11. The two cardboard polyhedra which played key roles in our search for the structure of C M (see ten). Left) stardome map of the sky (Buckminster Fuller 
patented t-icosahedral and other polyhedral world-map projections); right) Smalley's model with 60 vertices and 12 pentagonal and 20 hexagonal faces. 
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the years from Life. Paris Match, and Graphis. Particularly 
striking were those in my favorite graphic art and design 
magazine, Graphis, to which I had subscribed since my uni- 
versity days. As I remembered it. the Graphis pictures 
(Fig. 9) showed that the dome consisted of a plethora of 
hexagonally interconnected struts. Indeed, the dome had ac- 
tually initiated my interest in some of Buckminster Fuller's 
other projects; I had even been in the process of writing to 
him with a view to working with him on the organized 
growth of massive urban structures. However, I did not pur- 
sue this, because I was offered a permanent academic posi- 
tion at Sussex at just that time. 

As far as C 60 was concerned, I wondered whether Buck- 
minster Fuller's domes might provide some clue. Smalley 
also strongly favored some sort of spheroidal structure and 
suggested that we borrow a book from the Rice University 
library. We obtained a book by Marks 135 ' in which geodesic 
domes of all kinds were described. In addition I had one or 
two other structural proposals which intrigued me: One was 
a four-deck model 6:24:24:6 (two coronene-like sheets 
sandwiched between two benzenoid ones) with a roughly 
spheroidal shape. It contained 60 atoms, and its symmetry 
suggested that the dangling bonds might be somewhat deac- 
tivated. However, I really could see no reason why this spe- 
cies would be as unreactive as C 60 appeared to be; a closed- 
cage solution would certainly be more stable. A second 
image came to mind several times, most vividly on this par- 
ticular Monday. This was of a polyhedral cardboard star- 
dome (Fig. 1 1 left) which I had constructed many years be- 
fore when my children were young. This map of the stars in 
the sky was tucked away in a cardboard box (that universal 
quantum of storage) downstairs in my home far away in 
England. I itched to get my hands on it and even described 
its features to Curl at lunch time. I remembered cutting out 
not only hexagons but also pentagons. I wondered whether 
I should telephone my wife to ask her to count the vertices ' 
in "order to ascertain whether, as I half-suspected, they to- 
taled sixty. 



-The Mexican Restaurant 

I was due to return to the UK the next day, so that evening 
(Monday, September 9th) I thought we should celebrate our 
extraordinary discovery. I invited the group out to dinner at 
what had become our favorite Mexican restaurant. During 
the meal the conversation was naturally dominated by 
C 60 (?)- We again considered all the ideas which had come up 
in our deliberations during the days that had passed since the 
signal had first been noticed. We agreed unanimously on a 
closed cage structure. We talked about Buckminster Fuller's 
domes, Smalley, about chicken-wire cages, and I reiterated 
the essentials of the stardome — its spheroidal shape, hexago- 
nal faces, and, in particular, the pentagonal faces. Smalley 
expressed an interest. After the meal other members of the 
group went home; I returned to the laboratory in order to 
study the Marks' book on Buckminster Fuller, but I could 
not find it. I again considered telephoning home about the 
number of vertices in the stardome. But it was now far too 
late since it was well after midnight in the UK. 

Very early the next morning Curl telephoned to say that 
Smalley had experimented with paper models based on the 
stardome characteristics I had mentioned the previous day. 
Smalley had come up with something bigger than anything 
he (Curl) had ever been involved with before. When I got to 
the laboratory and saw the paper model (Fig. 1 1 right) which 
Smalley had constructed during the night I was ecstatic and 
overtaken by its beauty. It seemed identical to the stardome 
as I remembered it, and I was quietly pleased that my conjec- 
ture had been right all along. Heath and his wife Carmen had 
also experimented with a geodesic structure modeled out of 
jelly beans and toothpicks; it was not quite so convincing. 1361 

In summary, the quest for a rational explanation of the 
dominant line in the mass spectrum had reached a climax on 
Monday, September 9th. Ideas were suggested, refined, or 
critized in earnest throughout that final day. Buckminster 
Fuller's domes were invoked, Marks' book was consulted, 
and the stardome's pentagonal faces introduced at midday 
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and again in the evening; Smalley and the Heaths experi- 
mented further with models during the night after our meal. 
All this took place in a matter of hours, leaving no time for 
anything important— other than perhaps Marks' book— to 
"slip through the cracks".' 37 ' [ t was most satisfying that 
synergistic (a Fullerism) teamwork had been involved in the 
experimental observation as well as in the positing of the 
structure. 

I delayed my flight home for one extra day (until Wednes- 
day, September 11th) in order to help to write the publica- 
tion. At one point Heath was sitting at Smalley 's desk when 
the telephone rang. A mathematician, whom Smalley had 
consulted earlier to ask about the structure, informed Heath. 
"Tell Rick— it's a soccerball!" Almost unbelievably, until 
that moment, none of us had realized that the C 60 structure 
we were proposing had the same symmetry as the modern 
soccer-(USA) or football (rest of the world). I do not know 
how I could have been so blind— my only (feeble) excuse was 
that the modern football was introduced after I ended my 
serious soccer-playing days. The other members of the team 
could be excused, since a structure related to the American 
football really was an unlikely contender, at least at that 
stage. We immediately purchased a real football and our 
five-a-side team posed for a photograph (Fig. 12). I also 




Fig. 12. The five-a-side Rice/Sussex football team (from left): O'Brien. Smal- 
ley. Curl. Kroto. and Heaih. 



photographed Smalley 's paper ball (Fig. 1 1 right), but when 
I queried the whereabouts of the Heath model in order to 
photograph it for posterity, I was informed that it no longer 
existed because Mary-Joe (another Rice graduate student) 
had eaten it. So all tangible record of a truly remarkable 
edifice was lost for all time. 

Since the geodesic dome concepts had played such an im- 
portant part in helping us to arrive at the solution (at least as 
far as I was concerned), I suggested that we name the com- 
pound buckminsterfullerene. Smalley and Curl fortunately 
agreed, accepting that though the name was long, it did 
indeed roll smoothly off the tongue. Thus we avoided the 
fearful international conflict over terminology which would 
have raged had we named it after a certain well-known ball 
game. Smalley could not resist putting some alternative sug- 
gestions for names at the end of the publication. The name 
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engendered the occasional mild criticism' 381 which was dis- 
patched with a little help from Shakespeare.' 391 Now that 
some time has passed, it is satisfying to note how instructive 
(about geodesy) others have found the name and how flex- 
ible it has turned out to be. The whole family of closed cages 
can be appropriately named— fullerenes.' 401 The paper' 4 " 
was dispatched by Federal Express to the journal Nature oa 
the afternoon of Wednesday. September 11th, 1985. 

Five Long Years in the Desert 

The ten-hour nonstop flight home to England was a phys- 
ical and psychological nigh for me. My first action upon 
entering the house was to open the cardboard box and take 
out the stardome which had influenced my deliberations dur- 
ing the search for the structure of C so . It had always looked 
beautiful; now it positively glowed. When the news of our 
result spread, Martyn Poliakoff at Nottingham wrote that 
his friend, David Jones, had already thought of hollow car- 
bon cages. In 1966 Jones had written a delightful article 
under the pseudonym Daedalus in the journal New Scien- 
tist 1 * 1 *^ in which he had suggested that the high-tempera- 
ture process in the production of graphite might be modified 
to generate graphite balloons. This was a typical example of 
the presciently "crazy" ideas of Jones. I thus learned about 
the Euler principle, which says that 12 pentagons are needed 
to close a network and that hexagons alone just will not do. 
I was introduced to D'Arcy Thompson's elegant book 1 ** 1 
and learned that one could close an even-numbered carbon 
cage with any number of hexagons (except one, I subse- 
quently learned) provided 12 pentagons were included in the 
network. The beautiful Aulonia (Fig. 13 photograph from 
Tibor Tarnai) already knew more than we about these simple 
(pentagonal) facets of (its) life. This was all fun and truly 




Fig. 13. A siliceous sea creature. Aulonia hc.xagona. appears at first glance to 
possess a skeleton composed completely of hexagons. Pentagonal structural 
elements are discernable. however (photograph supplied by Tibor Tarnai). 



fascinating, because it became clear that there might even be 
other (even-numbered) carbon cages— -there were certainly 
other (even-numbered) peaks (Fig. 6), in particular C 70 . 
O'Brien and Smalley reached the same conclusions indepen- 
dently. Particularly important were a series of reactivity ex- 



periments carried out by O'Brien, wh .showed that all the 
even-numbered carbon species were totally unreactive. a re- 
sult neatly commensurate with closed structures for all the 
even-numbered cages. 1 * 51 

I met David Jones, a most fascinating individual, who 
epitomizes so much of what the spirit of science should be 
about. We also learned that Osawa and Yoshida had already 
thought of C 60 in 1970 and had even suggested that it might 
be superaromatic.' 46-47 ' In 1973 Bochvar and Gal'pem 1481 
also published a theoretical paper on the molecule. Thus it 
transpired that although there were some most imaginative 
scientists around, few — other than Orville Chapman at the 
University of California at Los Angeles (UCLA)' 49 ' — had 
noticed these pioneering flights of imagination. 

Circumstantial Evidence for the Identity 
of the "Third Man" 

The first question stimulated by the realization that we 
might have found a "third form of carbon" with a hollow, 
cage structure was obvious: is it possible to trap an atom 
inside the cage? My early Sheffield background led me to 
wonder whether iron might form an intriguing ferrocene-like 
analogue. The day I left. Heath tried to encapsulate iron 
without success, but the next day he succeeded in detecting 
a stable C 60 La complex.' 30 ' This experiment provided the 
first convincing piece of evidence to support our proposal of 
the cage structure. Then began what was to become a truly 
exhausting schedule for me: Every four to six weeks I flew to 
Houston, and after two to three weeks' work with the group 
at Rice I returned to the UK and my commitments in Sussex. 
As soon as I arrived in Houston I would present a group 
seminar based on ideas which I had developed while in the 
UK. This schedule continued until April 1987. From the 
outset the joint Rice/Sussex follow-up program had two 
clear objectives. First, to make enough C 60 to prove beyond 
doubt that our structure was correct and second, to measure 
the optical spectrum of C 60 which we had surmised might in 
some way be responsible for the Diffuse Interstellar 
Bands.' 4 " These astronomical features had of course been 
partly responsible for the carbon-cluster experiment in the 
first place. These goals were all-consuming and we often 
talked about "the little yellow (Smalley's guess) or pink (my 
guess) vial" of C 60 . 

During the late 70s and early 80s I felt that it was simply 
not enough just to detect the carbon chains; the source must 
be tracked down. This obsession with the source led ulti- 
mately to the discovery of C 60 . After 1985 I developed a 
similar attitude to C 60 , Our discovery of a species which 
probably had a truncated icosahedral structure was "not. 
enough", and as months and then years passed, confirma- 
tion of the structure and its identification in space also be- 
came somewhat of an obsession. We (the Rice group and 
myself) were convinced from the outset that our proposed 
structure was correct; surely it was too beautiful and perfect 
to be wrong. However, if for once aesthetics were misleading 
us. it would be much better if we proved our model wrong 
ourselves. It is certainly fair to say that the proposed struc- 
ture was greeted, with scepticism by some, though, maay 
loved C 60 and were convinced that we were right from the 



start. During this peric .985-1990) I examined the prob- 
lem independently at Sussex, as well as in collaboration with 
the Rice group, who also made independent studies. In time 
all these efforts resulted in a mass of convincing evidence in 
support of our proposal. 

From the moment we discovered that C 60 was stable I had 
one all-consuming dream: I wanted so solve the molecule's 
structure by NMR spectroscopy. Because all 60 carbon 
atoms in buckminsterfullerene are equivalent, the l3 C NMR 
spectrum should consist of a single line. Proof of our radical 
proposal in such an exquisitely simple manner was to remain 
elusive for some five years; this goal was almost like a holy 
grail — far. far beyond reach. I was quite convinced that a 
clever young organic chemist would accomplish this task. I 
had one consoling thought, namely that we had been rather 
successful in the past with a series of molecules whose iden- 
tifications.were based on spectra consisting of single lines : 
Phosphaethene, CH 2 =PH (the first phosphaalkene made) 
had been assigned by its J = 1 - 0 microwave line"- 41 and 
HC 5 N and also HC 7 N had both been originally single radio- 
line detections in space.' 20-22 ' Then there was, of course, the 
720 amu peak in the mass spectrum of C 60 .' 4 " How fitting 
it would be to round it all off by proving by another single line 
that C 6 b was buckminsterfullerene. 

C 70 and the Fullerene Family 

It is fair to say that I (and perhaps also my colleagues at 
Rice University) occasionally woke up in the middle of the 
night and wondered whether I should have to commit suicide 
if our idea turned out to be wrong. Had we stuck our necks 
out too far? These thoughts only lasted seconds. I would 
reassess all the evidence, realize that everything fitted, and go 
back to sleep convinced more than ever that C 60 had to be a 
geodesic cage. Time pased, we made several advances,' 31- S2 ' 
and each time the cage concept clarified our observations. 
That was important. I remembered hearing Richard Feyn- 
man on BBC radio say that it seemed to him that if a radical 
new theory were right, it would allow the solution of previ- 
ously unsolved puzzles. I. quantified this: If an idea fitted 
80-90 % of the observations, it was almost certainly right; if 
more than 10-20% of the details had to be bent to fit, it was 
almost certainly wrong. Buckminsterfullerene was well up in 
the first category. 

I remember vividly the day on which all my lingering 
doubts vanished. I was sitting at my desk thinking about the 
reasons why C 60 might be stable. The missing piece of evi- 
dence in this personal jigsaw puzzle turned out to be so 
simple, it was almost child's play; indeed it evolved from my 
playing with molecular models of various conceivable cages. 
The solution was related to the C 70 signal which, always 
popped up prominently when C 60 was strong. I used to call 
the two species "the Lone Ranger and Tonto" 1 *' because 



[*| The Lone Ranger und Tonto were a famous cowboy and Indian duo from 
the movies. As a child I saw them every week fighting crime in the Wild 
West. Bob Dylan immortalized them in the following blues text: 
Well the Lone Ranger and Tonto 
They are ridin' down the line 
Fixin' ev'rybody's troubles 
Ev'rybody's 'cept mine. 

Somebody must a tol - 'em that 1 was doin" fine. 
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they were so inseparable and because C 60 was always domi- 
nant (Figs. 6 and 8). As far as C 60 was concerned, it seemed 
no accident that the modern soccerballwith.the same-layout 
is one of the most, if not the most, resilient of constructs, able 
to survive being kicked around the world (and perhaps 
around the galaxy). Maybe the football held a simple clue. 
When I looked carefully at a football. I was struck by the fact 
that all the (black) pentagons are isolated, whereas all the 
(white) hexagons are linked. It is known that unsaturated 
compounds composed of abutting pentagons (the pentalene 
configuration. Type II; Fig. 14). without substituents which 
allow extended conjugation; tend to be unstable. Curiously, 
a compound with just such a structure appeared on the cover 
of Angewandte Chemie (July 1987) that very week. 



o 8 





Fig. 14. Isolated and abutting pentagons: I. isolated; II. fused pair (pentalene 
configuration); M. symmetrically fused triplet (triquinacene configuration): 
IV. directly fused quartet [53]. 



Since Euler's law requires 12 pentagons for closure, it was . 
also clear that C 60 was the smallest carbon cage for which all 
the pentagons could be isolated. O'Brien's reactivity experi- 
ments had convinced us that closure was possible, even prob- 
able, for all the even clusters. I conjectured that a pentagon 
isolation rule could be formulated to account for the stabili- 
ty 1531 ; then I began to wonder which was the next cage for 
which pentagon isolation was feasible. 

By playing with the models I saw immediately that it was 
not C 62 , and as I added more atoms, try as I would, I could 
not find cage structures for C 64 , C 66 , or C 6a without abut- 
ting pentagons. We had already proposed a structure for 
C 10 ,' 50 ' after Smalley had shown that by splitting C 60 into 
two Cj 0 hemispheres a ring of ten extra carbons could be 
neatly inserted, producing a most elegant, symmetric, egg- 
shaped structure (Fig. 15 right). Suddenly I realized that per- 
haps this C 70 cage was the next structure after C 50 which 
could close and which also had isolated pentagons (Fig. 1 S). 
This surprised me. Perhaps closure necessitated that 70 be 



the second magic number! We had stuck our necks out with 
the C b0 hypothesis on the basis of a single peak in the mass 
• spectrum, but it now seemed that the cage concept positively 
insisted that C 70 as well as C 60 are special. 1531 That would be k 
wonderful. A second solution which required both of these 
particular magic numbers was impossible to conceive, espe- 
cially since 70 would be an unusual number to be deduced as 
magic at all. let alone the second in order. I knew that nature 
would not be that perverse, and thus for first time my 
conviction that our structure was corrrect became absolute, 
and I never again doubted that one day we would be vindi- 
cated. Indeed in my opinion this result meant that we were 
home and dry. 

I was elated by this line of reasoning, but I really needed 
proof. I remembered that Tom Schmalz and his colleagues, 
Klein and Hite, in nearby Galveston had published some 
elegant graph-theoretical studies on the fullerenes. I contact- 
ed him and asked him what he thought about my idea. I was 
amazed and delighted when he told me that they had been 
looking at this same problem and had proven that cages 
composed of 62, 64. 66. and 68 atoms cannot be constructed 
without abutting pentgagons. 15 * 1 So it was true! I told him 
that I wondered whether the semimagic C, 0 might be the 
smallest cage able to avoid abutting triplets of pentagons 
(Typem. Fig. 14, Lit. 1531 ). Schmalz etal. subsequently 
showed this also to be correct.' 5 * 1 One Sunday afternoon, 
sitting in front of the molecular models strewn all over our 
coffee table at home, I decided to investigate other semimag- 
ic numbers. I wondered about C 32 which had been shown by 
the group at Rice University to be the first cage relatively 
stable towards photolysis. I toyed with the idea that it might 
be the smallest cage able to avoid fused quartets of pen- 
tagons (Type IV, Fig. 14). I tried to make the smallest model 
containing such a structure, and as I counted up the atoms 
I suddenly realized, that it was not C 32 but a delightfully 
symmetric C 28 cage (Fig. 16). I became excited because I 




Fig. 15. For species with- less than 72 atoms these two structures are the only 
ones which can be constructed without abutting pentagons. Thus on the basis 
of the pentagon isolation principle and geodesic considerations C 60 and C, 0 are 
predicted to be the first and second magic fullerenes. This result together with 
Figure 8 provided the simplest and strongest circumstantial evidence support- 
ing the closed-cage concept. 



Fig. 16. Molecular model of C„, one of several fullerenes (with 24. 28, 32. 50, 
and 70 atoms) predicted to be stable on the basis of geodesic and chemical 
considerations (53) . These magic-number predictions fitted almost perfectly the 
observations made under certain clustering conditions (51. 55] (see Fig. 17). 



knew, that during the Rice/Sussex collaboration period we 
had occasionally obtained mass spectra in which C 28 was 
almost as dominant as C 60 . At this point it seemed that 
essentially all the magic numbers would fall into place if 
these clusters were all cages. In particular, I found that I 
could explain the fascinating spectrum (Fig. -17) published 
by the Exxon group.' 551 Here was all the proof I needed to 
convince myself that a whole family of cage molecules was 
sitting around waiting to be discovered. The first somewhat 
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Fig. 17. The particularly interesting mass spectrum of C, clusters obtained by 
Cox et al. [55]. The correspondence with the magic fullerene sequence 24. 28. 
32. 50. 60. and 70 [53) was the most convincing evidence for the existence of the 
fullerene family prior to the extraction breakthrough. The sharp cut-off at 24 is 
articularly convincing, since no C.j fullerene can exist. 



stable member of the family appeared to be C 21 . This can be 
explained by the fact that C 22 cannot exist (I am indebted to 
Patrick Fowler for pointing out this fact to me) and that C 20 
is the smallest cage and as it has no hexagons at all. almost 
certainly the least stable. To some extent C 28 (Fig. 16) be- 
came my own personal favorite, because regardless of which 
of the four threefold axes one views this tetrahedral molecule 
along, it looks uncannily like Gomberg's famous free radi- 
cal, triphenylmethyl; this also just had to be right. I knew 
about Moses Gomberg's discovery from my favorite organic 
text (Fieser and Fieser' 5 * 1 which Harry Heaney. my chem- 
istry teacher in school, had encouraged me to buy and read 
so long ago). It had always amused me to think that on 
attempting to make the rather mundane compound 
hexaphenylethane, Gomberg failed (miserably), produced 
the triphenylmethyl radical, and had to be consoled with 
becoming known as the father of free radical chemistry in- 
stead. This was the sort of "failure" that really appealed to 
me. If C 2g is relatively stable, then C 2a H« should be a fairly 
stable hydrofullerene. This seemed not at all farfetched; after 
all, dodecahedrane which Paquette and co-workers first 
made' 57 ' is basically the perhydrofullerene of dodecahedrene 
(fullerene-20), the simplest and probably the least stable of 
all the fullerenes since it contains no hexagons. At this time 
I had a telephone conversation about nomenclature with 
Alex Nickon in which we came to the conclusion that the 
name "fullerenes" would work well for the family of carbon 
cages. 1 * 0, 331 1 gained much satisfaction from the refined con- 
cept which was even more appropriate, because Buckminster 
Fuller had patented constructs of all shapes and sized based 
on the 5/6 ring principle;' 581 some were very similar to the 
elongated framework of C 70 . Nickon was just finishing his 
entertaining book with Silversmith on the origins of the 
trivial names of compounds.'* 01 
In Houston a particularly important series of experiments 
. was carried out by Curl, Smalley, and their co-workers 
which offered further overwhelming evidence for closed 
cages.' 521 One of these was a photofragmentation experiment 
which provided even-numbered products. Curl had worked 
out a neat way of explaining how the cages might "spit put" 
even-numbered (2, 4, 6, ...) carbon chains and then reseal. . 



Another most convincing study showed that when the en- 
capsulation of atoms of various sizes appeared to be success- 
ful, the smallest caged species detectable had diameters com- 
mensurate with the known sizes of the encapsulated atoms. 



C 60 and Soot 

During one of my eight visits to Rice University between 
August 1985 and April 1987 we considered carefully the 
reactivity results and developed a hypothetical mechanism 
for the formation of C 60 .'* 31 Heath, O'Brien, and I spent 
hours in the library digging through an excellent.selection of . 
books and journals on carbon. The final version of the mech- 
anism grew out of intense synergistic group discussion. It 
was also clear that the mechanism might explain soot forma- 
tion as well. After all in a review on soot, Harris and Wein- 
er' 391 had pointed out the complete absence of knowledge of 
the chemistry involved in soot formation. Thus a fresh idea 
probably would be welcome. Our mechanism implied C 60 
should be a by-product of soot formation. Curl was appre- 
hensive about introducing the word soot, especially in the 
title. How prescient were his worries! However, Smalley and 
I decided to throw caution to the wind — after all, when you 
have gone as far as you can go (in postulating C 60 formation 
in a chaotic plasma), you might as well go further. Our paper 
met with some criticism. 1601 To our delight, however, in 1987 
we heard that Klaus Homann's group in Darmstadt discov- 
ered that C 50 was a dominant ion in a sooting flame.' 5 ' 1 
(Note: Very recently, a careful study by Howard's group at 
the Massachusetts Institute of Technology has shown that 
up to 7% of the soot from a benzene flame consists of 
fullerenes.' 621 ) 



The Giant Fullerenes 

One day I decided to spend £300 on ten-thousand sp 2 
carbon atoms (molecular models!) The odd eyebrow was 
raised at Sussex when I said that I was buying them just 
because I wanted to see what giant fullerenes such as C 6000 
(with a diameter ten times that of C 60 ) looked like. Ken 
McKay (a graduate student) obtained Coxeter's book' 631 
and Goldberg's paper' 6 * 1 and set to work. When he came 
into my room with models of C li0 and Cj* 0 (Fig- 18), I was 
delighted but perplexed— they were beautiful, but not at all 
what I had expected. C 510 , in particular, was not round like 
Buckminster Fuller's domes, but in fact much more interest- 
ing: It. was essentially a monosurface which swept between 
cusps in the vicinity of the pentagons; it had icosahedral 
symmetry, but was not an icosahedron. ,631 Then we realized 
that its shape might explain' 831 the polyhedral patterns in 
graphite microparticle electron microscope pictures pub- 
lished by Iijima (Fig. 19).' 66 ' The structure of these mi- 
croparticles could be nicely explained as concentric shells of 
graphitic carbon in which the shells had giant fullerene 
shapes. Few of our discoveries have delighted me more than 
these objects, partly because they are so elegant, but also 
because the exercise, which -was started purely for fun and 
with no serious aim, had yielded such an apparently impor- 
tant result. It was also an object lesson, since I had assumed 
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Fig. 18. Molecular models of the giant fullerenes C !w (left) and C )40 (right). 
The models possess icosahedral shapes rather than perfectly spheroidal ones 
similar to the geodesic domes. Each of these structures can be considered as an 
initially flat hexagonal network which has warped into a closed monosurface 
(of icosahedral symmetry) by 12 pentagonal disclinations giving rise to the 
cusps. 



British Gas in the form of Collaborative Award in Science 
and Engineering (CASE) studentship for combustion-relat- 
ed studies. It was this assistance which was ultimately our 
salvation (vide infra). In a third project conducted with Ken 
McKay, we probed (by electron microscopy) the films pro- 
duced by a carbon arc under helium in an old bell jar evap- 
orator. We found that the film microstructure changed as the 
helium pressure was increased (to ca. 50 mmHg). The 
quadrupole mass spectrometer, with which I sought to moni- 
tor, whether C 60 was produced in this experiment, was the 
integral pan of a modest carbon materials research project 
which failed to attract support from any funding source (in-, 
eluding chemical companies). Because Stace and I had been 
quite generously funded by the SERC solely for the cluster- 
beam studies, another application (and indeed a rather ap- 
plied one) to that source was difficult. Time slipped by and - 
this program faltered even though I had put a great deal of 
effort into trying to obtain financial support. 



that the giant fullerenes would be spherical like Buckminster 
Fuller's domes and had not looked carefully, at lijima's im- 
ages. Even the most spheroidal giant fullerene (Fig. 19 a) was 
clearly polyhedral (Fig. 19 b). To see what one wants to see 
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Fig. 19. The image obtained by electron microscopy of an onionlike graphite 
microparticle observed by lijima [66] which appears superficially to be 
spheroidal (a). Careful scrutiny of this image, however, indicates that the object 
has a polygonal outline consistent with a set of concentric quasi-icosahedral 
fullerene-like shells (b) [65). The marker indicates a scale of 20 A. 



rather than what is, is a cardinal sin for a scientist and the 
temptation is to be resisted at all costs. 



The Quest for C 



60 



Until late 1989 the evidence in support of our structure 
proposal was, to my mind, very convincing, but it could not 
be deemed anything other than circumstantial. Clearly a 
macroscopic sample of C 60 was needed — not just a whisper 
in a supersonic helium wind, detectable only by that ultra- 
sensitive sensor, the mass spectrometer. At Sussex we sought 
more tangible evidence. The Science and Engineering Re- 
search Council (SERC) funded the construction of a cluster- 
beam apparatus, which was assembled with Tony Stace; 
Steve Wood helped us to obtain financial support from 



The First Paper by Kratschmer, Fostiropoulos, 
and Huffman 

In September 1989 Michael Jura (UCLA Astronomy De- 
partment) sent me a copy of a thought-provoking paper' 671 
(Fig. 20) presented by Kratschmer, Fostiropoulos. and 
Huffman at a symposium on interstellar dust. This research 
group from Heidelberg and Tucson had observed four weak 
but distinct infrared absorptions in a film of arc-processed 
graphite, which were tantalizingly consistent with the expect- 
ed spectrum of buckminsterfullerene. From theoretical stud- 
ies 1681 it was known that C 60 should exhibit only four lines. 
What was more, the observed frequencies agreed quite well 
with those predicted. I had long followed the work of this 
group and knew that they had developed great expertise in 
studying carbon by spectroscopy. We had occasionally tried 
related studies, and I was only too aware of how tricky they 
were. I was sceptical about their result and also rather cha- 
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SEARC H FOB THE UV AND IR SPECTRA OF Cj f TM LABORATORY-PRODUCED 
CARBON DOST 



V. Kratschmer. K. Fostiropoulos 



and 



Max-Planck— Insti tut fur 
Kernpbjsik. Heidelberg. V. 



D.R. Huffman University of Arizona. Tucson. Arizona, USA 

Carbon dust samples were prepared by evaporating graphite in an 
atmosphere of an inert ovenching gas lAr or He). Changes o! the 
spectral features ct the carbon dust were observed when the 
pressure of the quenching gas was increased. At low pressures 
(order 10 torrl . the spectra show the familiar broad continue. A 
high pressures (order 100 torrt . narrow lines in the IK and two 
broad features in the UV energe. The tour strongest IX features 
are located in the vicinity of the lines predicted for the C» . 
molecule. One of the observed UV features mar be related to the 
known 363 nm transition of C* • . it thus appears that at high 
ouenching gas pressures Ct . is produced along with the carbon 
dust. 

Fig. 20. Annotated copy of the key paper presented by Kratschmer. Fostiro- 
poulos. and Huffman at the conference Dus(y Objecu in (he Universe in Capri 
(1989) [67] . This paper with the appended query was sent to me by Michael Jura 
(UCLA) who attended this conference. 
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gnnea. lor nau not i^en Mc. .y ana I made soot in a bell jar 
in exactly the same way three years before during the project, 
which we were forced to abandon through lack of funds? 

I decided to resurrect the old and decrepit bell jar and with 
Jonathan Hare (holder of the British Gas CASE graduate 
studentship) tried to reproduce the infrared features ob- 
tained by Kratschmer et al. Michael Jura's missive arrived 
around September 1 989, just before the start of the Sussex 
academic year, a time when third year undergraduate 
projects are needed. It does not matter whether these projects 
yield results: they should imbue the student with the flavor 
and excitement of genuine research, that is, the experience of 
working in the dark, not — as all too often happens— the 
frantic scramble for results at all costs! I had often initiated- 
the most speculative of projects in this way. and my experi- 
ence had shown time and time again that important and 
exciting studies could often start from such inauspicious be- 
ginnings. It seemed perfect for Amit Sarkar's third-year pro- 
ject, and he joined Hare on this wildly speculative project. 
Fairly soon these students succeeded in obtaining the IR 
bands (Fig. 21). which, although always very weak and high- 
ly irreproducible. confirmed the observations of the group 
from Heidelberg and Tucson. The obsolete apparatus then 
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Fig. 21. Infrared spectrum of a film of arc-processed carbon obtained by Hare 
and Sarkar at Sussex which shows weak but clear (and confirmatory) evidence 
that the features fint observed by Kratschmer et al. (67] (see Fig. 20) and tenta- 
tively assigned to C M were real and repeatable. 



promptly fell to pieces! After rebuilding it almost completely 
from scratch, Hare tried to repeat the earlier observations, 
but consistent results eluded him. Sometimes he obtained the 
characteristic spectral features, sometimes they disappeared 
for days or weeks at a time. In retrospect. I suspect that the 
original discovery of the IR features by Kratschmer et al. 
could have been made by few other groups. Hare carefully 
varied every experimental parameter he could think of and 
finally developed the expertise to produce films which exhib- 
ited the telltale infrared features consistently. He wrote to 
Kratschmer about his efforts and received an encouraging 
reply containing useful advice. This certainly helped, because 
it was quite difficult to make films amenable to analysis. 



1 he Dimeru-tion of C 30 

1 spent about one month in the UCLA Astronomy De- 
partment around Easter 1990. One day. Mark Morris 
brought Francois Diederich from the Chemistry Depart- 
ment to see me. Diederich appeared excited and exhorted me 
to come to his office because he had something to show me. 
In response to his manner I somewhat disdainfully quipped. 
"You've not made C 60 ?" When he replied. "How do you 
know?". I was startled and suddenly became apprehensive 
since there was genuine surprise in his voice. When we ar- 
rived at his office he showed me an astonishing mass spec- 
trum. In their attempts to make a pure carbon ring of 
30 atoms Diederich. Rubin. Whetton, and their co-workers, 
had found that the molecule spontaneously dimerized to 
form C 60 with almost unbelievable efficiency. 1691 This stag- 
gering result seemed to answer, almost at a stroke, many 
puzzling questions that had been on my mind for years about 
carbon chains, their relationship with C 60 . and soot. But I 
became even more apprehensive when I comprehended that 
the UCLA group might be on the verge of obtaining the 
coveted C 60 NMR line. Subsequent discussions with David 
Walton, with whom I had probed aspects of the C 60 forma- 
tion mechanism,' 701 alleviated my worries; he convinced me 
that scaling up the UCLA experiment so as to produce suffi- 
cient C 60 for the key NMR measurement presented an anor- 
mous challenge. 



Mass Spectrometry 

I returned to Sussex and by early summer 1990 started to 
believe for the first time that C 60 really might be in our sooty 
deposit. We therefore decided to probe the material by solid- 
state magic-angle-spinning (MAS) NMR. Indeed Ken Sed- 
don (a Sussex colleague) had encouraged me to do this some 
years before. Perhaps the single l3 C NMR line was close at 
hand in the black soot, which at least we could now touch. 
I considered buying the most isotopically pure l3 C graphite, 
but that would have been very expensive, and we had no 
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Fig. 22. Part of the FAB mass spectrum of a deposit of arc-processed soot 
obtained by Abdul-Sada on July 23rd. 1990 at Sussex. The calibration was off 
by 2 amu: however, the isotope pattern. was convincing since the peaks are close 
to the intensity ratio 1.0/0.66/0.44 expected for l, C M / l, C„/ ll C ) , l3 C,. 
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money anyway. The problem of generating enough material 
for solid-state NMR from the scrapings of thin sooty films, 
seemed insurmountable, especially since it was so difficult to 
produce the films in the first place, let alone analyze them. 
We really needed another way to monitor the samples. -so we 
tried Fast Atom Bombardment (FAB) mass spectrometry. 
Ala'a Abdul-Sada helped us. and finally we obtained the 
mass spectrum shown in Figure 22. The signal containing the 
13 C satellites was really quite convincing, but I wanted the 
result confirmed. The entry in Jonathan Hare's laboratory 
notebook on July 26th, 1990 (Fig. 23 top. second sentence) 
epitomizes many of our problems and requires little further 
comment. 



The Red Solution 



ers) how much C 60 was being made in our experiments. 
The rough proportion which always seemed to arise was 
< 1/10000 of the total amount of carbon. At this level, given 
the amount of soot available, only a supreme optimist would 
attempt solvent extraction. Fortunately Hare is one — per- 
haps partly because he is a physicist working among 
chemists. On Friday. August 3rd Hare made up a mixture of 
the soot and benzene in a small vial, which he set aside over 
the weekend (Fig. 23. second entry). When he came in on 
Monday morning (August 6th) he noted (Fig. 23. third en- 
try) that the solution looked "'slightly red(d)ish" (Fig. 24). 
The generation of a red solution from pure, carbon was 
scarcely believable. Hare made more material during the 
next few days and attempted mass spectrometric measure- 
ments on extracted material for the first time on Thursday. 
August 9th (Fig. 23. fourth entry). 



During this period we had considered the properties of 
C 60 . What form would the compound take? Would it be a 
high-melting solid or a liquid? Would it be soluble? Benzene 
was an obvious solvent, since C 60 should look like benzene 
from every side (or at least from 20 sides). I remembered the 
little pink (or yellow) vial of liquid we used to talk about and 
wondered if the compound might even be volatile. In addi- 
tion I had often discussed (with Srrialley, Rohlfing. and oth- 
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Fig. 23. Entries by Hare in his laboratory notebook: July 26th. 1990; 
August 3rd. 1990; August 6th. 1990: August 9th. 1990. 




Fig. 24. Original reddish extract obtained on Monday. September 6th. 1990 
(see Fig. 23). 



About 10 o'clock the next morning (Friday, August 10th) 
I received a telephone request from the journal Nature to 
referee a paper by the Heidelberg/Tucson group which I. 
accepted. I was totally unprepared for the bombshell which 
arrived minutes later by telefax. Following up their own 
earlier work, Kratschmer, Lamb, Fostiropoulos, and Huff- 
man had successfully sublimed from their carbon deposit a 
volatile brown material, which dissolved in benzene to give 
a RED SOLUTION (!!!!!).' 7 " Crystals obtained from this 
solution yielded X-ray and electron-diffraction data com- 
mensurate with material composed of arrays of spheroidal 
molecules 7 A in diameter separated by 3 A, just as expected 
for buckminsterfullerene. This beautiful paper even con- 
tained photographs of crystals. I was convinced that they 
had isolated C 60 . and we had been pipped at the post. Some- 
what stunned, I pondered our demise and faxed my report 
back to Nature after lunch. I recommended that the paper be 
published without delay and requested the editor to convey 
my sincere congratulations to Kratschmer and his asso- 
ciates. 

This was what the British call a difficult moment, but as I 
slowly surveyed the damage I realized that all was not quite 
lost. It gradually dawned on me that there was not a single(!) 
NMR line to be seen in the manuscript (nor was there a mass 
.spectrum. We later learned that they had the mass spectrum, 
but certain problems had arisen which precluded its inclu- 
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sion in the manuscript.) At this point we had spent nearly a 
year struggling independently learning how to make the arc- 
processed material: we had made our own soot, we had 
confirmed the presence of C 60 mass spectrometrically; and 
we had solvent-extracted the red materal— and all this before 
the manuscript arrived. I decided that we were not going to 
abandon our efforts now after we had achieved all this. We 
still had a lot going for us. and I thought we might be able 
to obtain the desired NMR result. However, now that the 
Heidelberg/Tucson study was essentially in the public do- 
main it would be transmitted around the world by telefax 
within hours. I had studiously tried to avoid such situations 
in science— competition— all my life;. my philosophy is to 
probe areas in which few others, preferably no one. work. 
That is where, it seems to me, the most unexpected discover- 
ies are likely to be made. 

We had to act very quickly if five years of effort were not 
to be completely in vain. A race must be on because the 
material was now so easy to make, and it could not be long 
before other groups, far better equipped than we. recognized 
that there was one last exquisite prize remaining in the story 
of the discovery of C 60 — the NMR line. Our one priceless 
advantage was that Hare had already made a reasonable 
quantity of material, and that, at that moment, only the 
Heidelberg/Tucson group had any at all. We needed help and 
fast. Roger Taylor, an organic chemist, provided the desper- 
ately needed expertise; he separated the material quickly and 
efficiently. Since our mass spectrometer had broken down 
again, Hare rushed by train to Manchester with a sample of 
the precious extract. Numerous frantic telephone calls 
passed between Sussex and Manchester, because the sample 
refused to respond to analysis. Then with a key piece of 



fullerenes with 56 to 72 atoms were detected: in particular. 
C, 0 was abundant. The whole family of fullerenes appeared 
to be present in the soot, not just C 60 ! 

C 60 is Magenta (Pink?) in Solution 

Taylor noted that the extract was soluble in hexane and 
recognized that he might be able to separate the fullerenes 
chromatographically. To his delight he found that on an 
alumina column resolution into two bands, one red. the oth- 
er magenta, could be achieved. The magenta fraction, 
(Fig. 26) was a delight to the eye in the delicacy of its color. 




Fig. 26. Chromatographic separation of the red extract by Taylor resulted in a 
magenta C 60 fraction (left) and a red C,„ fraction (right). 
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Its mass spectrum showed a peak at 720 amu, and we sent 
the sample to Tony Avent for NMR analysis. We were sum- 
moned to see our single line (Fig. 27), which Avent assured 
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Fig. 25. Part of the FAB mass spectrum of the red extract which confirmed that 
it consisted mainly of C M and C,„. The spectrum also indicates the presence of 
other fullerenes [72]. 



advice from Taylor about solubility, the Manchester opera- 
tors (at Kratos) managed to dissolve the material in the FAB 
matrix and obtained the FABulous mass spectrum shown in 
Figure 25. It was hard to believe, but besides C 60 other 
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Fig. 27. The first NMR spectrum in which the C 60 resonance (at 6 = 143 ppm) 
was first identified (barely). The strong line at 6 = 128 ppm is (rather appropri- 
ately) the resonance of benzene. 
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us was present. So this was it: a line so small I needed a 
microscope to see it! Could this insignificant little blip really 
be the line I had dreamed about for five years? Further work 
confirmed beautifully that this was the result which we had 
sought for so long.' 721 The joy alleviated' almost' all the de- 
spair I had first felt on reading the paper by Kriitschmer 
et al. One might have thought, as some said, that I should 
have been pleased to have been proven right when so many 
had been, sceptical. That was not my feeling, probably be- 
cause I had known ever since the recognition of C, 0 as the 
second magic fullerene' 5 11 that our structure could not possi- 
bly be wrong. I know that my colleagues at Rice University 
also had no doubts. 

What about C 70 ? It turned out to be the icing on the cake, 
although not without attendent trauma. The wine-red frac- 
tion which had masked the pale magenta of C 60 yielded a 
mass spectral peak at 840 amu and was clearly C 70 . Accord- 
ing to the expected structure (Fig. 15 right) this compound 
should exhibit a l3 C NMR spectrum with five lines. On Sun- 
day. September 2nd. 1990 I entered the laboratory at the 
same time as Avent who told me the C 70 measurement 
should have just been completed. The spectrum we plotted 
was sensational — or almost so. There were indeed five lines, 
but one was in the same position as the C 60 peak. Could it 
be that one line was underneath the C 60 signal? After repeat- 
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Fij. 28. "CNMR spectra obtained from chromatographed samples of soluble 
material extracted from arc-processed graphite: a) spectrum of purified C„ 0 
(magenta fraction): b) mixed C s0 /C, o sample: c) spectrum of purified C, 0 (red 
fraction) showing five lines as expected for the symmetric egg-shaped molecule 
(see Fig. 15). 



ed chromatography to remove the last vestiges of C hfl . fur- 
ther NMR studies showed the fifth line to be rather different 
from the others. The resonance of the ten atoms in the waist 
(Fig. 28c) is more "benzenoid*' than the other four reso- 
nances. 1721 Indeed this line lies dangerously close to the ben- 
zene solvent line: had it been a little closer to the benzene 
signal it would have been swamped and missed altogether. In 
many ways the five lines of C 70 are (arguably) more impor- 
tant and significant than the C 60 singlet. For one thing, they 
confirm that fullerene carbon atoms are not fluxional; for 
another, they show that the atoms are not on the perimeter 
of a monocyclic ring. Both of these cases would lead to a 
spectrum with a single resonance. Even more important was 
the fact that the NMR results confirmed the family concept 
for fullerene cages. It was now clear that a host of stable 
fullerenes were just waiting to be discovered, as we had long 
suspected. 1531 



"The Third Man" is as Elusive as Ever in Space 

The elusiveness of C 60 and my belief that it has been lurk- 
ing in that blackest of black materials, soot, since time im- 
memorial often reminded me of the role played by Orson 
Welles in the film "The Third Man". The spirit of this anti- 
hero pervades the whole movie although he is seldom seen. 
Indeed he makes his first appearance late on in the movie in 
the black shadows of a dark street in Vienna when his face , 
is suddenly illuminated by a light being switched on. For five 
years C 60 played a very similar shadowy role — at least as far 
as I was concerned. My part in the buckminsterfullerene 
story really started out in space, and this celestial sphere has 
come down to earth with more of a bounce than a bump; but 
will it bound back up into space? Is this third form, of carbon 
distributed ubiquitously in space as we surmised the day we 
found it in the laboratory? 1 *" Now that we know something 
about fullerene-60, we should be able to study all its optical 
properties. It is clear that the UV radiation density in the 
optically observable interstellar medium is such that the spe- 
cies will be ionized.' 731 The possible existence of encapsulat- 
ed complex ions 173 - 7 * 1 is quite interesting. However, even 
with buckminsterfullerene in our hands, we find that this 
"third man" is as elusive as he ever was in the space between 
the stars. Perhaps the interstellar form is related to protonat- 
ed carbon monoxide (HCO + ), which Bill Klemperer identi- 
fied about 20 years ago." 71 If there are any C so molecules in 
space there can be little doubt that most will have a proton 
or some other atom adhering to their surface.' 741 C 60 H + 
could probably survive for eons. Other abundant elements, 
particularly alkali and alkaline-earth metals, must also stick 
to the surface. Such species will have fascinating optical 
spectra. For instance, the energy and wavelength of the 
charge-transfer transition (C 6 + 0 )X -♦ (C 60 )X + can be estimat- 
ed to a first approximation as simply the difference between 
the ionization potentials of the separated species. For 
(C 60 H) + this transition lies at about 2200 A. For (C 60 Na) + 
and (C 50 K) + the transitions lie in the region of the Diffuse 
Interstellar Bands' 331 and for (C 60 Mg) + near zero frequen- 
cy(!) These observations imply that this and related species 
will have unusual electrical properties. These processes are 
probably related to the recently observed superconductivity 
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of metal-doped fullerene-60 materials.' 75 ' This conjecture is 
supported by an important new result which comes not from 
work with bulk material but from cluster-beam studies by 
McElvaney and Callahan.' 76 ' They found that the gas-phase 
proton affinity of C 60 is similar to that of ammonia— a re- 
markable result! I like to put my trust in intuition: when all 
else fails it is. after all. our only guide: It is curious to note 
that some important spectral features of space (the Diffuse 
Bands) have been visible for decades, yet we do not know 
what causes them. Now we have discovered that an unex- 
pected molecule. C 60 . has been under our noses on earth 
since time immemorial and was invisible until now. It seems 
to me highly likely that these two observations will turn out 
to be connected. 



Epilogue 

Since the time that graphite balloons and C 60 were twin- 
kles in the eyes of David Jones. Eiji Osawa, and a few other 
imaginative scientists,'* 2 - * 3 - 46 - *■» there have been many sig- 
nificant contributions, both experimental and theoretical, to 
the first chapter of the buckminsterfullerene story which has 
just been completed. These have recently been comprehen- 
sively reviewed.' 77 ' Figure 12 shows the Rice/Sussex team 
and Figure 29. the Sussex Buckaneers. These two teams to- 
gether with the Heidelberg/Tucson team scored many of the 
goals in the football match which has just ended. Many new 
teams have now started to play an exciting, but different, ball 
game. The important difference is that the players can now 
see what they are kicking. 




-129 



Fig. 29. The Sussex Buckaneers football team. From left. Kroto, Abdul-Sada 
Taylor. Hare.- and Walton. 



Apart from the successful observation of the "lone" NMR 
line, two other matters give me a sense of deep pleasure: one 
was the beautiful color of C 60 and.- furthermore, that it was 
seen first at Sussex. The second was that apparently no one 
else appeared to have followed up the early IR results ob- 
tained by the group from Heidelberg and Tucson (September 
1989). In retrospect I find this astounding; perhaps it was 
because the work appeared in the astronomy literature, but 
more likely it was because research today is carried out under 
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such pressure, and our fear of failure is so great (and exacer- 
bated by funding procedures). Few groups enjoy the luxury 
of working in the dark— a condition which I feel lies at the 
heart of true scientific endeavor. I have a videotape of a. 
marvellous BBC documentary on Richard Feynman (the 
greatest lecturer I had ever heard) from the series "Horizon". 
In one part he talks on essentially this topic. This 50 minute 
program had the most profound effect on me. At one point 
Feynmann described how, when he was hired at Cornell. 
Bob Wilson had told him that it was the university's respon- 
sibility whether he accomplished anything — it was their 
risk(!) Ii was not for Feynman to worry about, he should 
amuse himself. In this way he was freed from the psycholog- 
ical burden of doing anything "important", and he was able 
to relax and do what he most enjoyed— physics and mathe- 
matics—just for the fun of it. How lucky he was. I know of 
few professional scientists today, certainly no young ones, 
who are in such a Utopian scientific environment. What a sad 
reflection on today's research, especially since we know in 
our hearts that human beings achieve most when they are 
free of pressure. We know that small children learn and dis- 
cover the joys of nature most efficiently during their play. 

News of the breakthroughs spread like wildfire. during 
September 1990, and the method of production developed 
by the Heidelberg/Tucson group was immediately improved 
upon' 781 at Rice University. As soon as it was known that 
fullerenes are chromatographically separable and that solu- 
tion NMR is feasible, other groups confirmed these mea- 
surements.' 79 - 801 Don Huffman remarked laconically at a 
recent symposium, "Everyone is able to repeat these experi- 
ments". 

A new postbuckminsterfullerene world of round organic 
chemistry and materials science has been discovered 
overnight. Almost every day a new paper appears on some 
novel aspect of fullerene behavior. The group from Rice 
University has shown that C 60 forms species such as 
C 6 oH 36 " 81 Hawkins et al. have made an osmium complex in 
which the spinning of the fullerene ball is stopped and has 
enabled accurate bond lengths to be determined.' 8 " NMR 
studies by Yannoni et al. have also yielded accurate bond 
lengths.' 821 The radical anion has been polymethylated by 
Olah's group;' 831 platinum complexes have been prepared at 
DuPont.' 8 *' At AT&T it has been found that the metal- 
doped material now holds the temperature record for molec- 
ular superconductivity.' 751 Fascinating differences in the 
crystal structure of C 60 have been found which depend upon 
how the crystals are produced.' 77 ' Foote and co-workers at 
UCLA have shown that C 60 transfers light energy efficiently 
to generate singlet oxygen.' 831 Diederich, Whetten, and co- 
workers have evidence for oxides such as C 70 0.' 86 > C 60 is 
decomposed by light under circumstances which still need to 
be fully identified. 1871 Also interesting is the fact that more 
fullerenes, such as C 76 and C 84 , are being extracted and 
characterized.' 861 The fullerene family has arrived in force, 
and there are balls of all shapes and sizes for everyone to play 
with. - r 

This advance is an achievement of fundamental science, 
not applied science, and serves as a timely reminder that 
fundamental science can achieve results of importance for 
strategic and applied areas. The origin of the whole program 
lay in an interest in aspects of molecular dynamics, allied 



with the quest for an understanding of the origin of the 
carbon chains in space and their possible relationship to 
circumstellar and interstellar grains as well as soot. 1 " These 
ideas welded together beautifully with the major advance in 
cluster science brought about by the experimental techniques 
developed by Smailey and co-workers at Rice University 
Kratschmer and Huffman and co-workers were originally 
motivated by an interest in space dust and. in their recent 
breakthrough, by astrophysical implications of C 60 The C 
story has many facets, but more than anything else it is yet 
another archetypal lesson on the benefits to be gained by 
supporting pure fundamental science. The field has explod- 
ed and its applications in chemistry and the science of mate- 
rials are only just starting to be explored. Finally it is worth 
noting that C 60 might have been detected 20 -40 years ago 
perhaps in a sooting flame; one wonders why it took so long.' 

Another lesson may be learned from these acknowledge- 
ments. Important contributions were made in research pro- 
grams at the University of Sussex (Brighton. UK) the Na- 
tional Research Council (Ottawa. Canada). Rice University 
(Houston Texas. USA), the Max-Planck-Institu, fur Kern- 
physik (Hetdelberg. Germany) and the University of Ari-ona 
(Tucson. USA),The discovery ofC b0 is a tribute to not only . 
the international nature of science but also the necessity of 
interdisciplinary cooperation. The contribution from the Uni- 
versity of Sussex to the story started as a consequence of the 
Chemistry by Thesis" degree course initiated by Colin Ea- 
born. which enabled undergraduates (such as Anthony Alex- 
ander) to carry out research with supervisors from more than 
one field. It could only have been successful in the interdiscipli- 
nary scientific research and teaching environment which the 
university pioneered when Sussex was founded in the -opti- 
mistic 60s . Sadly this and other courses have been -regulat- 
ed out of existence by bureaucrats who have little understand- 
ing of how student research expertise is brought to maturity 
and no awareness of the dire consequences for our future scien- 

achieved had chemistry at Sussex been divided into those tradi- 
tional subsections of organic, inorganic, and physical chem- 
istry. I also had close contacts with astronomers at Sussex 
particularly Bill McCrea and Robert Smith. The carbon dis- 
coveries resulted from a free-wheeling research program which 
started mth synthetic chemistry (with David Walton. Anthony 
Alexander, and Colin Kirby) and moved via spectroscopy and 
quantum mechanics to radioastronomy (with Takeshi' Oka 
Lome Avery. Norm Broten. and John MacLeod at the NRC ) ' 

Jim°Ztu a l k '°n he o lab ° ral0ry W Chemical **** (»M 
Jim Heath Sean O Brien. Bob Curl, and Rick Smailey at Rice 

Umversity). In the las, phase, key advice came from Michael 

ZL T aS ! r ° n T er) Whkh inUiated SOme basic ch ^try 
(with Jonathan Hare. Ami, Sarkar. Ala a Abdul Soda Roger 

Z wi, I D ™i Wall ° n >- *P"'fi«n those mentioned inthe 
wh °P l °y«l direct ( and sometimes crucial parts) such as 
Steve Wood of British Gas. I also acknowledge greatly the heTp 
of many others who played indirect parts, particularly gradu- 
al ^ students and post-doctoral fellows as well as colleagues 
such as Tony Stace Roger Suffolk, and Mike Lappert. Finally 
I wish to, hank Ed Wassermanfor some in valuable advice and 
David Walton ,n particular for his unfailing help throughout 
the period of this story and his painstaking assistance in 
preparing this account. 
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Remnants of a planet that failed to form. 
Still no technological fix for oil spills. 
What made higher life-forms possible? 




Buckyball, the third form of pure 
carbon, cages an atom in Its lattice. 
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Fullerenes 



These cagelike molecules constitute the third form of pure 
carbon (the other two are diamond and graphite)* Ceo, the 
archetype, is the roundest molecule that can possibly exist 



by Robert F. Curl and Richard E. Smalley 



In May of 1990 Wolfgang Kritsch- 
mer end fall student Xonstannnoi 
Fottlropoulos cflrefuDy mixed a few 
drop* of benzene with t specially pre- 
pared errben loot. The dur solvent 
turned red. 

Exdtedly. the two workers far the 
Max PUnck Institute for Nudear Phy 
ltd In Heidelberg telephoned their col- 
leboratori, Donald Huffman and Low- 
ell Lamb of the Unlvtrtlry of Arizona 
In Tuaon, who quickly repeated the 
experimeaL Th* excitement continued 
as the two groups eorninunlcated dally 
by telephone "v< fax ^vhinjing mea- 
surements of the material— la Infrared 
and ultnviolet spectra, in X-rey cn/frac- 
ttoa pattern and lti mau spectrograph. 
Yea, the values all inarched those pre- 
dlctxd for the 60-atmn carbon cluster 
buctanmsterfullerene. 

Even though some theorists had ar- 
gued that this bcSaw, soccerbaJQ-shaped 
molecule should be detectable In abun- 
dance in such everyday circumstances 
as a candle flame, the German-Ameri- 
can team had i dually found It, succeed- 
ing where all others had failed. They 
were the first to observe this roundest 
of all round molecules, and they knew 
that chemistry becks and encyclopedias 
would never be quite the same. Now 
there were three known forms of pure 
carbon: the nitwork soodi, diamond 
and graphite, and a new class of dis- 
crete molecules— the fullerenes. 

When we heard of mis breakthrough 
a few months Later In Texas, we eele- 



ROEERT F. CURL and RICHARD g. 
SMALLEY of Rice Untvemry have coDib- 
ennd for the put icvto ytxrt in re- 
search on catboa and semiconductor 
chutcrs In supersonic beams. Curt Is a 
prnfesfor In, and chairman of, lh« dc 
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Gene tod Norman Kackemu Profeuor 
of Cbemlstry and a professor of par*- 
la. for the past five ytarv be has alto 
served as the chairman of the Rke Cvin- 
tum tDitltuti. 



hntcd. with champagne all around. For 
although we had to some extent been 
scooped, we had been vindicated is 
well. Five years earUer we had had our 
own Eureka! experience. Together with 
our colleague Harold W. Kroto of ths 
University of Sussex and our students 
James R. Heath and Saan C O'Brien, we 
had found that could be made In a 
uniquely stable form simply by laser- 
vaporizing graphite in a pulsed Jet of 
hrltum , We had gone on to propose 
that this extraordinary stability could 
be explained by a molecular structure 
having the perfect symmetry of a joc- 
cerbaH. Because the architectural prin- 
ciple also underlies the geodesic dome 
invented by the American engineer 
and philosopher R. Buckxmhster Fuller, 
we named it buckmiroterfullerene, or 
buckyball for abort. 

In addition to C„, another molecule, 
C„, appeared to m quite special In 
these early experiments. We soon found 
that the stability of C- could be under- 
Stood If the molecule had also taken 
the form of a geodesic dome. As Fuller 
had pointed out, all such domes can be 
considered networks of pentagons and 
hexagons. The 18th-century Swiss math- 
ematician Leonhard Euler calculated 
that any such object must have precise- 
ly 12 pentagons In order to close Into 
a spheroid, although the number of 
hexagons can vary widely. The soccer 
ball structure of C M has 20 hexagons, 
whereas the structure we proposed for 
C n has 25, producing a shape reminis- 
cent of a rugby balL 

In fact, we had found that all the 
even-numbered carbon dusters greater 
man about 32 atoms m size were re- 
markably stable (although less so than 
60 or 70), and the evidence aoon led us 
to postulate that all these molecules had 
taken the structure of geodesic domes. 
Again, In honor of Fuller, It seemed 
fitting to term this entirety new dau of . 
molecules the 'fuUerenea." 

We later learned that such molecules 
had already been Imagined. David E. 
H. Jones, writing under the pieudonyra 



"Daedalus' m the r^ Sefciute In 196€, 
had conceived of a "hollow molecule* 
made of curled-up graphitic sheets. Oth- 
ers had predicted the stability of 
from calculations and tried— unsuc- 
cessfully— to synthesize it. We, howev- 
er, were apparently the first to discover 
that the material could form sponta- 
neously in a condensing carbon vapor. 

Although our evidence was sound 
and our conclusions were supported 
by extensive further experiments and 
theoretical calculations, we could not 
collect mora than a few tens of thou- 
sands of thus t pedal new molecule*. 
This ammmt was plenty to detect and 
probe with the sophisticated techniques 
available m our laboratory, bat there 
was not enough to see, touch or smell. 
Our evidence was Indirect, much as it 
is for physicists who study antimatter. 
For now, the fuDercnej existed only as 
fleeting signal! detected in our exoUc 
nwhln»i. But is chemists, we knew 
that the new material ought to be per- 
fectly stable. Unlike antimatter, the geo- 
detic forms of carbon should be quit* 
safe to hold In one's bare hand. All we 
had to do was make more of them— 
hfllloni and bQUons mora. 

Thus, for five yean, we had bees 
searching for ■ method of pro- 
ducing visible amounts of the 
stuff. We called our efforts 'the search 
for the yellow vial' because quan- 
tum calculations for such a soccerbaQ- - 
shaped carbon molecule suggested it 
would absorb light strongly only In the 
far violet part of the spectrum. We 
were not alone. Our Initial 'soccerbair 



HYPDinjUERENE STRUCTURE called 
a RusaUn egg Is expected to form •long 
with anilsaxy fullerenes fas a laaer^rt- 
porlad car boo pcomc. Shown here Is 
the most symmetric form: a at the 
core is encapaulated by fuUerenea hav- 
ing 240, 540 and B60 atoms. This pro- 
ceaa could oocUaue tndeflgUery to pro- ■ 
duce a ntacroscopic particle who** p*» 
tagons are m looeahedral all grants* 
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proposal, published In Nature in 198S. 
had made the quest one of the hottest 
in chemistry. 

In our laboratory w« collected the 
sooty carbon produced by the vapor- 
li» Hon later while using various chemi- 
cal techniques to detect the presence 
of C„. We slurried the soot In benzene, 
for example, and looked for a yellow 
color. But the solution la our test tubes 
stayed clear, with boring blick soot sit- 
ting on the bottom. The community of 
duster chemists ran many more so- 
phisticated, experiments but achieved 
no better result 

Many g»ve up hope of ever ieelng 
the yellow vuU. They reasoned that al- 
though the fullerenes may be stable, It 
was too bard to separate them from the 
other sooty material being produced 
tn the vaporization experiments. fa- 



haps, the workers said, some dedicated 
chemist might one day extract a few 
micrograms with some special solvent, 
but no one seriously expected C M to be 
available In bulk anytime soon. 

In the end, the breakthrough was 
made not by chemists but by physi- 
cists working In a totally different 
area. Huffman. Krltschmer and their 
students had been engaged for decades 
in a study of interstellar dust, which 
they assumed to consist mainly of par- 
ticles of carbon (the most common par- 
tide-forming element). They therefore 
modeled the phenomenon tn the labo- - 
ratory by vaporizing carbon and con- 
densing It tn as many ways as possible. 
Optical tests figured In moat of the 
studies. (Virtually all that Is known of 
the Interstellar dust stems from obser- 



In 1983 the physicists Wed evapo- 
rating a graphite rod by resistive heat- 
ing in an atmosphere of m \ « t\ . fhey 
noticed that when the helium pre* 
sure was Just right (about a seventh 
of an atmosphere), the dust strong- 
ly absorbed wavelengths in the far ul- 
traviolet region, creating a peculiar, 
double-humped spectrum [it* borrom 
Illustration on pag* 5S1. Most observ- 
ers would have missed the two blips 
on the screen, bur not Huffman and 
Krltschmer: they had studied spectra 
of carbon dust for years without en- 
countering such as effect They dubbed 
It their 'camel* sample and wondered 
what it meant 

Nearly three years later, In the late 
fall of 1S8S, Hufiman read in Natun of 
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our discovery of C w and began 10 won- 
der if a hollow soccerball molecule 
might be the cause of the double hump. 
Yet this explanation seemed too good 
to be true, for It required that C M ac- 
count for a significant portion of the 
sample. Why would so much of the car- 
bon end up In such perfectly, symmet- 
ric cases? What did the helium do to 
make it possible? The seeming unllkell- 
neu of this hypothesli. together with 
some difficulty in reproducing the ex- 
periment, led the researchers to put the 
project on the bade burner. 



By 1939. however. Huffman and 
Xritschmer had become convinced that 
the C M hypothesis ought to be reex- 
amined. They renewed their interest In 
the camel sample, readily reproducing 
the results of the 1983 experiments. 
This time their, attention turned to 
.measuring the sample's absorption of 
Infrared light— tbe wavelengths that in- 
teract with the vibrational motion of 
moleculei— in order to test the results 
against theoretical predictions that had 
by now been made for soccerball C,„. 
These predictions held that of the 17-4 



vibrational modes of this putative mol- 
ecule, only 46 would be dlittnct, and 
only four would appear In the Infrared 
range. To their surprise, they found the 
camel sample did display four sharp 
Infrared absorpdon lines, and they ver- 
ified that the lines were present only 
In carbon dust produced in the special 
camel way. This finding provided strik- 
ing evidence that C M might be present 
in abundance. 

Influenced by their background in 
physics, the workers Initially chose to 
test their hypothesis by a rather u> 
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solved rciulc. They prepared a sample 
from pure ,; 'C, a heavy Isotope of car- 
bon, and verified that the extra mass 
shifted the four infrared bands In the 
way expected for so large a molecule 
composed exclusively of carbon. Ulti- 
mately, however, th<) realized that the 
simplest assay followed a basic dictum 
of organic ch<miatry: like dissolve* like. 
Should their sample dissolve in an aro- 
matic solvent, such as benzene, this 
would support the predicted aromaticl- 
ty of C,j, Because benzene molecules 
take the shape of a ring of carbon at- 



oms. C,,, would thus be seen as a kind 
of spherical benzene. 

when the Kratschmer-Huffman Kroup 
finally added benzene In their camel 
sample and saw the color red develop, 
they realized they were looking at the 
first concentrated solution of (\jUercnc» 
over seen. They evaporated the solvent 
and found that tiny crystals remained, 
•which readily rcdlssolved These crys- 
tal* could be sublimed under a vacu- 
um near -iOO dcarccs Celsius and con- 
densed on a cold microscope slide to 
form smooth films of solid materials 



which KrStschnier and Huffman chris- 
tened •fullerlte." 

In thin layers these films were yel- 
low (a fact that those of us at Rice Uni- 
versity who searched for a "yellow vial" 
find highly gratifying). Although it took 
a while to obtain precise numbers. It 
i* now known that carbon dust pre- 
pared in the camel way produces an 
c\tractable fullcrcne mixture made up 
or roughly 73 percent C 10 (the soccer- 
ball). :>3 percent C„, (the rugby ball) 
and a grab bag of larger fullerenei. - 

Merc a new form of pure, solid 
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FULLERENE FACTORY makes macroscopic samples la i cirbon arc Th« arc-* re- 
finement of an apparatus developed by Wolfgang mtschraer and Donald Huff- 
man-frees carbon atoms Out coalesce Into sheet*. Inert helium hold« tha sheets 
near the arc lon« enough for them lo close In on themselves, farming fullerene*. 
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CLUSTER. GENERATOR designed by one of the authors (Small ey) produced the first 
evidence that fullerenei can form from carbon vapor. A pulsed laser vaporizes car- 
bon: a gust of helium then sweeps the vapor Into a supersonic beam whose expan- 
sion cools the atoms, condensing them. 




ATOMIC WEIGHT WAVELENGTH 

CRUCIAL GRAPHS: In 198S the duller-beam generator showed many even-num- 
bered carbon dusters, especially C^, suggesting that these species are panlcularry 
stable. The humped ultraviolet absorption spectrum led Kratschmer and Huffman 
to dub it the "camel" sample: in 1990 it was shown to contain C„. 



carbon. It is the only pure, finite form. 
The other two, diamond and graphite, 
ire actually Infinite network solid*. In 
the real world, one usually deals with 
bunks of diamond cut out of larger bulk 
crystals. Under normal conditions, the 
surfaces of such a piece are Instantly 
covered with hydrogen, which das up 
the dangling surface bonds. Graphite U 
much the same. No piece of diamond, 
therefore, can evfer be truly pure under 
normal conditions. The fullerenei, on 
the other hand, need no other atoms to 
satisfy their chemical bonding require- 
menu on the surface. In this sense, the 
fullerenes art the first and only stable ' 
forms of pure, finite carbon. 

Once the Kritschmex-Huffman re- 
sults were announced at a conference 
In Konstanz. Cermany, in early Septem- 
ber 19S0. the race was on. The study of 
C M and the fullerenes hid been the 
province of the few select groups that 
had something like our elaborate and 
expensive User-vaporlzatlon duster- 
beam apparatus. Now Krttschmer and 
Huffman had opened the field to any- 
• one who could procure a thin rod of 
carbon, a cheap power supply, a bell- 
Jar vacuum chamber and a few valves 
and gauges. Everybody could play. 

Within a few months, many 
groups were making their own 
fullerenes. Physicists, chem- 
ists and materials scientist! thus began 
an lnterdisdpUaary feeding frenzy that 
continues to intensify as this article U 
being written \stt box. on page 621 The 
key results have been quickly repro- 
duced in over a dozen laboratories, 
same of which have applied alterna- 
tive procedures of verification as well. 
Because fullerenes are readily soluble 
and vaporlzable molecules that remain 
stable In air, they are perfectly suited 
to a wide range of techniques. 

One of the most powerful tech- 
niques—nuclear magnetic resonance 
(NMR) — has confirmed the single moat 
critical aspect of the soccerball struc- 
ture: that all 60 carbon atoms have ex- 
actly the same relation to the whole. 
Only the truncated tcosahedral struc- 
ture we proposed for C M arranges the 
atoms so symmetrically as to distribute 
the strain of closure equally. Such even 
distribution makes for great strength 
and stability. Indeed, that la why we pro- 
posed the structure in the first place: It 
explains the extraordinary stability of 
the 60-atom species. i. 

Because Is the most symmetric 
molecule possible in three-dimension- 
al Euclidean space, it Is literally the 
roundest of round molecules. Edgeleu, 
chargdes* and unbound, the molecule 
spins freely, as NMR experiments show. 
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more than 100 million rimes a second. 
The NMR experiments also dramatical- 
ly verify that has the shape of a 
tiny rugby ball: at room temperature. It 
•pins rapidly about Its long axis, stop- 
ping us frantic motion only below the 
temperature of liquid air; 

Hiah-resoluilon electron microscopy 
revealed these little carbon balls one at 
a time— as predicted, they spanned a bit 
more than one nanometer (a billionth of 
a meter). Scanning tunneling microsco- 
py showed that when C w molecules are 
deposited on a crystalline surface, they 
pack as regularly as billiard balls. X-ray 
diffraction studies demonstrated that- 
as one would expect -C M crystallizes In 
a face-centered cubic lattice, with the 
balls a little more than 10 angstroms 
apart [set Mlustrailon on page 62\. The 
crystals are as soft as graphite. When 
squeezed to less than 70 percent of 
their initial volume, calculations predict 
that they will become even harder than 
- diamond. When the pressure is relieved, 
they are observed to spring back to their 
normal volume. Thrown against steel 
surfaces at speeds somewhat greater 
than 1 7.000 miles per hour (about the 
orbital speed of the U.S. space shut- 
tle), they are Incredibly resilient: they 
Just bounce back. 

We found that the most convenient 
way to generate fullerenes corulirs of 
setting up an arc between two graph- 
ite electrodes. We maintained a con- 
stant gap by screwing the electrodes 
toward each other as fast as their tips 
evaporated. The process worked best 
when the helium pressure was opti- 
mized and other gases, such as hydro- 
gen and water vapor, were rigorously 
eliminated. Such measures produced 
yields of dissolvable fullerenes that 
typically ranged between 10 and 20 ' 
percent of the vaporized carbon. Yields 
as high as 45 percent have recently 
been reported. 

The only irreducible cost appears to 
be that of the electricity needed to run 
the arc. But even the small bench-top 
generators we are now using in our lab- 
oratory provide electricity at a cost that 
amounts to only about five cents per 
Cram of C„,. Recently it has been found 
that a sooting flame (such as that 
of a candle) can be used to produce 
substantial yields of In the long 
run, this may prove the cheapest way 
to make the material. When the first 
large-scale applications of fullerenes are 
found— perhaps in superconductors, 
batteries or microelectronics |jee box 
on page 62\— the manufacturing cost . 
of C lu will probably fall close to that ' 
of aluminum: a few dollars a pound. 
What had recently been described as 
tlw -most controversial molecule In the 



Cosmo*" Is H-vll.on lu nay to becoming 
a bulk commodity. 

A host of questions arises out of 
this Minder. What exactly li the 
. helium doing/ How can such 
a perfectly symmetric molecule be 
formed with such high efficiency out 
of the chaos of a carbon arc? And, on 
a more personal level, where did we go 
wrong? Why did we, and all other chem- 
ists for that matter, fall In the search for 
the yellow vlal7 Our technique Involved 
helium as welL What did the Krarsch- 
mer-Huffman team do that made such 
a big difference? 

We now believe the answers la these 
questions He In the way carbon vapor 
condenses at high temperarures. linear 
carbon chains ippear to link together 
to form graphitic sheets, and the sheets 
anneal as they grow in the hot vapor, 
finally, stable, cagelike structures are 
favored by a key concept, which we call 
the pentagon rule. 

Scientists had long known that when 
carbon Is vaporized, most of Its atoms 
lnidaliy coalesce into clusters ranging 
from two to IS atoms or so. The very 
smallest carbon molecules are known 
to prefer essentially one-dimensional 
geometries. But cluster! conialnuig at 
least 10 atoms most commonly form a 
monocyclic ring— a kind of molecular 
Hula-Hoop that U especially favored at 
low temperatures. At very high temper- 
arures, the rings break open to form 
units that comprise as many as 25 car- 
bon atoms, taking the form of linear 
chains. Such chains might be Imagined 
to look something like writhing snakes 
as they vibrate In the hot vapor. 

It was these linear carbon chains that" 
initially got us Involved In carbon dus- 
ter studies and led to the discovery of 
C,,,. Our British colleague, Harry Kroto, 
had theorized that the great abundance 
of such linear carbon chalru in Inter- 
stellar space may arise from chemical 
reactions In the outer atmospheres of 
earbon-rlch red giant stars. In the early 
1980s one of us (Smalley) had devel- 
oped a supersonic duster-beam device 
for the general study of small clusters 
composed of essentially any element in 
the periodic table Isee "Mlcrodusters,* 
by Michael A. Duncan and DennU H. 
Rouvray; SCIENTIFIC AMERICAN, Decem- 
ber 19891. 

We produced clusters by focusing an 
Intense pulsed laser on a solid dlik of 
the element to be studied. The local 
temperature could readily be brought 
above 10.000 degrees C— hotter than 
the surface of most stars and certainly 
hot enough to vaporize any known ma- 
terial. The resulting vapor was entrained' 
in a powerful gust of helium, a cheml- 



Growth of a Buckyball 




AMERICAN October 1991 59 



OCT 02 '91 



il DR R C SfU.^y 713-2855320 



c&Qy Inert curler gas, which couied the 
vapor to that tc could condense Into 
small dusters. As the canter gat ex- 
panded through a nozzle Into a vacu- 
um, it generated a supersonic beam of 
dusters whose sizes could be mea- 
aured by a mass spectrometer. 

In 1984 a group at Exxon using a copy 
of. the duster-bearn appararui devel- 
oped at Rice had been the first to study 
carbon das ten In this fashion. Their re- 
sult! strongly suggested that the linear 
carbon chains Kioto wanted to study 
were In fact being produced In abun- 
dance. In addidon. they reported a bi- 
zarre pattern among the larger clusters: 
the distribution wai itrtkLigly lading 
m the species having an odd number 
of atoms. 

The Exxon researchers recorded but 
did not notice that two particular even- 
numbered members. C„ and C n , were 
somewhat more abundant than their 
neighbors [see bottom illustration on 
page 58]. The mysterious even-num- 
bered distribution of clusters was sepa- 
rated from the small linear-chain distri- 
bution by what appeared to be some- 
thing of a forbidden zone— a region of 
clusters between roughly 25 and 35 at- 
oms In size In which few tf any duster* 
could be detected. 

The even-numbered distribution 
wai soon discovered to result 
from the fullerenes. In one of our 
many studies of Kroto's linear carbon 
chains, we reproduced the Exxon re- 
sults but found something quite strik- 
ing about the diatrlbunon of large, 
even-numbered dusters. Heath. Kroto 
and O'Brien noticed that the 60th dus- 
ter seemed five times more abundant 
than any other even-numbered dus- 
ter tn the range between 50 and 70 at- 
oms. This dlff erendal was dramatically 
greater than anything that had been 
seen before. 

After much discussion. Heath and 
O'Brien spent the next weekend play- 
ing with the conditions in the laser-va- 
portzaBon machine's supersonic noz- 
zle. By Monday morning they had man- 
aged to find conditions In which C M 
stood out in the cluster distribution 
like a flagpole. By the next morning we 
had had our Eureka! experience, and 
we were playing with every sort of soo 
cerball we could get our binds on. 

We found that we could explain the 
dominance of the even-numbered clus- 
ters by assuming they had all taken the 
•tructure of hollow, geodesic domes. 
They were all fullerenes. We could also 
argue that some fullerenes were mors 
abundant than others bacauai of thi 
smoothness of the dusters' surface and 
the natural grouping of pentagons. 



Pentagons provided in important 
due. Although hundreds of examples 
sxe known in chemistry of Uvt-raem- 
bered rings attached to six-membered 
rings In stable aromatic compounds (for 
example, the nudelc adds adenine and 
guanine), only i few occur whose two 
flve-merobered rings share an edge. 
Interestingly, the smallest fuUerene la 
which pentagons need not share an 
edge Is C„; the next la C w Although 
C n and alllarger fullerenes can easily 
adopt structures la which the five- 
membered rings art well separated, 
one finds that these pentagons In the 
larger fullerenes occupy strained posi- 



tions. This vulnerability makes the car- 
bon atoms at such sites particularly 
susceptible to chemical stuck. 

The big question, however, was not 
why fullerenes weri stabla but rather 
how they formed so rudlly tn kier-v»- 
portzed graphite. Near th« end of 1985, 
we suggested that the process began 
with linear chains As the carbon vapor 
began to condense, the linear chains 
would grow long enough to flip bade 
on themselves to farm large monocy- 
clic Hula-Hoops. As the growth contin- 
ued, the chains would also fold Into 
more effectively connected polycydlc 
network structures. Because graphite, 




COLOR OF C„ depends on its form. This yellow film was sublimed onto a glass 
window mat had been bolted to a vacuum oven. The benzene solution is magenta. 




FUILERSNX GlYTTAU wwrt produced by tvapontlni a benxana saluOoa tf C 
coculair^i H*niflo*nt admixture o< C„, w"™ » •••• 
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the most stable known form of carbon, 
ha* lis atoms bound In Infinite hexago- 
nal sheets, we suspected that the poly- 
cycilc network du, t£n resembled plec- 

look like a fragment of chicken wire. 
Uke a cutout section of chicken wire. 
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This disorder g iv.ts them a certain resemblance to amor- 
pnous slllcorv—a constituent of Inexpenstve solar cells. The 
peculiar disorder within order of bulk C„ has yet to b« ful- 
V explored but It is expected to produce a wholly ntw 
kind of semiconductor. 

Early in 1991 researchers at AT&T Bell Laboratories dl$- 
covered that they could mix. or dope. C„ with poussium 
to produce a new metallic phase— a 'bucklde* s»il It 
reaches Its maximum electrical conductivity when there 
are three potassium atoms to each buckyball. If too much 
potassium Is added, however, the material becomes Insu- 
UUng . Subsequent work has shown that K,C, 0 Is a stable 

mr\ fl f h e T^° nSlStl " 9 0f * f »«-«ntered*cubte struc- 
ture of buckyballs, with potassium Ions filling the cavities 

I'ZV^ bi "l- Pottl Sium bucklde 11 flflt complete- 
ly .hree-dlmenitanal molecular metal 

The Bell Labs team further discovered thatthl. K.CL, met- 
C JT" a '"M^onductor when cooled below 18 kef- 
v;ns. When rubidium Is substituted for the poussium. the 
n. ' .an l m Z tmurt hr JU P* f «"du«ivlty was found to be 
near io keMns. (Recently workers at Allled-Slgnal. Inc de- 
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m f terla, - ) »t the University of Call- 
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. smoothed away by heating and cooling.. 

The material can therefore be manufactured as a three- 
Sn«rA'| C . ,Uper " nduct <* m »Wng it a candidate for 
n«i e ^ * u P ereon ^«lng wires. Early estimates ol mag- 
wndJiM J e, «5 lra « ert *«"« indicate that these super- 
b "J k,de are tlmlljr '<> the hlgh-umpira- 
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makes the film a surtable material for microelectronic fab* 
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7- « J V " ,riH(e| V l*V««d microelectronic devices. 

mi?.^! r , k l" miCOnduc,ln ° P«P'enlei of fullerene 
matenals ,o be thoroughly exploited, scientists needro 



these graphitic aheeta would have many 
dangling bond*, making them chemi- 
cally reacdvt-mucn more so than the 
smaller linear chain*, which have only 
two such bonds, one on each end. The 
aheeu, therefore, would not be expect- 
ed to be abundant in the duster beam*. 



FuHerene Electronics 



Almoat as aoon a* they form, they re *ct 
with other small carbon molecules and 
grow too Large to be seen. Thla, we be- 
flevi. explain* why there U a forbidden 
zone between the small linear-chain dis- 
tribution and the first small fullerenes. 
Chemists are conditioned to think of 



learn how to dope thim selectively to make retype and 
P-type ulleren, films, which donate electrons and hot." 

* Ttim n 'r J? ,, i 1 ^ * llh,r b ^row.ng th, cag, anZd 
h« V™« a? h °^ ng llomj ^"S" {h < " r6 °n walls 
b«n7 1 1, ^• m * JI ^ ! 0m, • ,Ush u htllum - h » v « »'"» d V 
ly that hydrogen and lithium are Inserubla as well. 

The versatility of bulk C M seems to grow week by week. 
S 1 ? pr!J5 - f0f example, there Is a report suggest- 
ing that fullcren, complexes exhibit ferromagnetic quaJ- 

nnn uS'™?"!*™* 1 '' " un P"e»e'«sd phenome- 
non. Also, anush workers from the unfvenlHes of Uktester. 
Southampton and Sussex have just reported th. gener*: 
Sr. °' m i c " l «P'« q"»nUtles of fully fluorlnatad bucky- 
balls (C f,,). The resulting "teflon balls' may be amono- 
the worlds best lubricants. We do not know what thVful- 

- ! , "„ bl i l ' 9eonln9 wi " but It would b* sur- 

prising If the posslbllldes are not wonderful. 




SUP^ONDUCTINC FULLEJUDE form, when buckyball* 
dop«l with pouudum ta tie ratio of K,C m idZZram) 
produdnr* orystaj that „n b, frown on', inhim^i 
nide subitnte Ucanntng ru nn *fuv mlcreflrapn) 



'2 Soorrmc Ambucaw October. 
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During experiments aimed >■ understanding the mechanisms by 
whichLg<h.i. c.rboo molecules .re formed in in..rst..l.r sp.ee 
.od circumstell.r shells', gr.phite h. S been ..ponzed by User 
irr.di.tio-, producing . rem.rk.bl, stable cluster ««««*-r 
60 carbon .toms. Conc.roiug the question of -h.t kind of 60- 
c.rbo. .torn structure might gi.e rise t. a "-perst.ble speoes, 
suggest . truncted icosahedron. . polygon -..h .nd 
32 faces. 12 of which .re pent.gon.l .nd 20 hex.gon.l. Thuob^ct 
i, commonly encountered as the football shown ,n F.g I . Th e C 
molecule which results when . crbou atom ts pl.ced . 
Z this structure h.s .11 v.le.ces satisfied b, two s.ng « bonds and 
on. double bond, h.s m.ny resonance structures, .nd .ppe.rs t. 

"technique used to produce and detect this unusual 
molecule involves the vaporizat.on of carbon spec.es from the 
Tur «" of a solid disk of graphite into a h.gh-dens.ty hel.um 
flow using a focused pulsed laser. Th. vaporuauon laser wa 
the second harmonic of Q-switched Nd:YAO produc.ng puis, 
energies of -30 mJ. The resulting carbon clusters were expanded 
in a Lpcrsonic molecular beam, photoionized ustng *" "C.me 
laser, and detected by time-of-flight mass >P e «'° mel ^ n ™< 
vaporization chamber is shown in F.g. 2. In ,h. "P" lhe 
puked valve was opened first and then the vaporuauon laser 
was fired after a predsely controlled delay. Carbon -Pec.es we« 
vaporized into the helium stream, cooled and parually equl. 
brTed in the expansion, and travelled in the resul.mg molecular 
beam to the ionization region. The dusters were 
direct one-photon excitation with a carefully 
excimer laser pulse. The apparatus has been fully desenbed 

^rvaporization of carbon has been studied Previously in a 
very similar apparatus'. In that work clusters of up to 190 carbon 
aums ! were observed and i, was noted that for clusters of more 
than 40 atoms, only those containing an even number of atoms 
were observed." In the mass spectra displayed .n ref. 6, the C« 
peak is the largest for cluster sizes of >40 atoms but .1 .s no. 
completely dominant. We have recently re-exam.ned inn system 
and found that under certain clustenng cond.l.ons the C„ peak, 
can be made about 40 times larger than ne.ghbounng clusters. 

Figure 3 shows a series of cluster distributions result.ng from 
variations in the vaporization conditions evolving from a cluster 
distribution similar to that observed in ref. 3. to one ,. which 
C is totally dominant. In Fig. 3c, where the finng of the vaponz- 
a "on laser was delayed until most of the He pulse had passed, 
a roughly gaussian distribution of large, even-numbered clusters 
with 38-120 atoms resulted. The C„ peak was largest but not 
dominant. In F.g. 36. the vaporization laser was fired at the time 
of maximum helium density; the C« peak grew into a feature 
perhaps five times stronger than its neighbours, with the excep- 
tion of C. In Fig. 3a. the conditions were similar to those m 
Ft« 36 but in addition the integrating cup depicted m F.g. 2 
was added to increase the time between vapor.zat.on and 
expansion. The resulting cluster distribution is completely don..- 
na?ed by C« in fact more than 50% of the total 
abundance ifaccounted for by C w ; the C, peak has d.m.n.shed 
in relative intensity compared with C. but rema.ns rather 
prominent, accounting for -5% of the large cluster Pop"l«'on- 
Our rationalization of these results is that in the laser vaponz- 
ation fragments are torn from the surface as pieces of the planar 



Fig. | A foolball 'm Ihr 
Lmled States, a vjccerball' 
on Tc\as grass The C~ 
molecule featured in ihis 
letter is suggested 10 hj»e 
ihe truncated icosahedral 
structure formed h> 
replacing each *enc< on the 
seams of such a ball b> a 
carbon atom. 



graph.!, fused six-mcmber.d ring structure We beh.ve that the 
a ttribution .n Fig 3c is fairly representative of the nascen 
oistnbution of larger ring fragments. When these hot nng =1 
are left in contact with high-d.nsi.y hel.um. the cluster, equil . 
brate by two- and three-body collisions towards the most stable 
species, which appears to be a unique cluster conta.n.ng 60 

"when one thinks in terms of the many fused-ring isomers 
with unsatisfied valences at the edges that would naturally arise 
from a graphite fragmentation, this result seems impossible: 
there is not much to choose between such isomers in terms or 
stability. If one tries to shift to a letrahedral diamond «™«ure 
the entire surface of the cluster will be covered w„h unultsficd 
valences. Thus a search was made for some other plausible 
structure which would satisfy all ,p- valences. Only a >phe~>d*l 
structure appears likely to satisfy this criterion and thus Buck- 
minster Fuller s studies were consulted (see. for example, ref.- 
7) An unusually beautiful (and probably unique) choice is the 

truncated icosahedron depicted in Fig. I. As ^ZtTc2 
all valences are satisfied with this structure and 
appears to be aromatic. The structure has the symmetry of ^ he 
icoVahedral group. The inner and outer surfaces are : co ..red 
with a sea of * electrons. Th. diameter of th.s C M molecule s 
-7 A, providing an inner cavity which appears to be capable 
of holding a variety of atoms'. 

Assuming that our somewhat speculate structure is correct 
there are a number of important ramifications arising from the 
existence of such a species. Because of us stability when formed 
under the most violent conditions, it may be widely distributed 
nl Universe. For example, it may be a major constituent of 
ircumstellar shells with high carbon content. I. ,, . * 
constituent of interstellar dust and a possible major sue for 
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Pit. 2 Schematic diagram of .he pulsed supersonic nozz^ ; used 
,o generate carbon duster beams. The m.egra.in, «P 
removed a. .he ind.ca.ed l.ne. The ^ ^° 

40 mJ at 53'nm in a 5 ns pulsel is focused through the nozzle 

•SsBrssassssggss 

species in the vaporized graphite plasma, and the ..nd "«»»'> 
tTcarr, the duster p.odua. through .he remainder of th ^nozzle 
Free expansion of .h,s duster-laden gas a. .he end of the nozz e 
fo™ a supersonic beam which i, probed I J m downstream ...h 
a time-ofHight mass spectrometer. 




44 52 60 68 76 
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Fig. 3 Time-of-flight mass spectre of carbon dusters prepared by 
laser vaporization of graphite and cooled in a supersonic beam. 
Ionization was effected by direct one-photon excitation with an 
ArF excimer laser (6.4 eV, I ml cm" 2 ). The three spectra shown 
differ in the extent of helium collisions occurring in the supersonic 
nozzle. In e, the elective helium density over the graphite target 
was less than 10 torr — the observed cluster distribution here is 
believed to be due simply to pieces of the graphite sheet ejected 
in the primary vaporization process. The spectrum io 6 was 
obtained when roughly 760 torr helium was present over the 
graphite target at the time of laser vaporization. The enhancement 
of Cu, and C-, is believed to be due to gas-phase reactions at these 
higher clustering conditions. The spectrum in a was obtained by 
maximizing these cluster thermalization and cluster-cluster reac- 
tions in the 'integration cup' shown in Fig. 2. The concentration 
of duster species in the especially stable C M form is the prime 
experimental observation of this study. 



surface-catalysed chemical processes which lead to the forma- 
tion of interstellar molecules. Even more speculatively, C» 
or a derivative might be the carrier of the diffuse interstellar 
lines'. 

If a large-scale synthetic route to this C M species can be found, 
the chemical and practical value of the substance may prove 
extremely high. One can readily conceive of C M derivatives of 
many kinds — such as C M transition metaj compounds, for 
example, C w Fe or halogenated species like C M f M which might 
be a super-lubricant. We also have evidence that an atom (such 
as lanthanum* and oxygen') can be placed in the interior, 
producing molecules which may exhibit unusual properties. For 
example, the chemical shift in the NMR of the central atom 
should be remarkable because of the ring currents. If stable in 
macroscopic, condensed phases, this C M species would provide 
a topological^ novel aromatic nucleus for new branches of 
organic and inorganic chemistry. Finally, this especially stable 
and symmetrical carbon structure provides a possible catalyst 
and/or intermediate to be considered in modelling prebiotic 
chemistry. 

We are disturbed at the number of letters and syllables in the 
rather fanciful but highly appropriate name we have chosen in 
the title to refer to this C«o species. For such a unique and 
centrally important molecular structure, a more concise name 
would be useful. A number of alternatives come to mind (for 
example, ballene, spherene, soccerene, carbosoccer), but we 
prefer lo let this issue of nomenclature be settled by consensus. 

We thank Frank Tittel. Y. Liu and Q. Zhang for helpful 
discussions, encouragement and technical support. This research 
was supported by the Army Research Office and the Robert A. 
Welch Foundation, and used a laser and molecular beam 
apparatus supported by the NSF and the US Department of 
Energy. H.W.K. acknowledges travel support provided by 
SERC. UK. J.R.H. and S.C.O'B. are Robert A. Welch Prcdoc- 
toral Fellows. 
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is usually such that all the fuel supply will pass to the engines by 
way of the main tank, which is refilled as ne&ssanj from the aux- 
Sary tanks, h case of emergency, the system selector value may 
connect the auxiliary tanks to the engines directly. . |P.C.m./j.a.b.1 

Fugacity A function Introduced by G. N. Lewis to facilitate 
the application of thermodynamics to rear systems. Thus, 
when fugacitifis are substituted for partial pressures in tlw mass 
action equilibrium constant expression, which applies strictly 
only to the ideal case, a true equilibrium constant results for 
real systems as well. 

The fugacity /, of a constituent i of a therrriodynamic system 
is defined by the following equation (where u, is the chemical 

u, u.,' + RTIn/. 

potential and n," is a function of temperature only), in combina- 
tion with the requirement that the fuyecrty approach the partial 
pressure as the total pressure of the gas phase approaches zero. 
At a given temperature, this is possible only for a particular value 
for n,', which may be shown to correspond to the chemical • 
potential the constituent would have as the pure gas in the ideal 
gas state at 1 atm pressure. This definition makes the fugacity 
identical to the partial pressure in the ideal gas case. For real 
flases, the ratio of fugacity to partial pressure, called the fugacity 
coefficient, wi be dose to unity for moderate temperatures and 
pressures. At low temperatures and appropriate pressures, it may 
be as small as 0.2 or less, whereas at high pressures at any tem- 
perature it can become very large. See Actmty (thermodynamics); 

Q*MCAL EQULUKtJM; GttMCAL TWERMOOVNAMJCS; GaS. |PJ.B.| 

Fullerene A molecule containing an even number of carbon 
atoms arranged in a dosed hollow cage. The fullerenes were 
cuccoyorcd as a consequence of astrophysieally motivated 
chemical physics experiments that were interpreted by using 
Saodesic architectural concepts. Fullerene chemistry, a new 
neid that appears to hold much promise for materials develop- 
ment and other applied areas, was bom from pure fundamen- 
tal science. See Carbon. 

In 1985, fifteen years after it was conceived theoretically, 
«ne molecule budcmiristerfullerene (C w or fullerene-60) was 
( *scovered serendipitously. FullerenenSO (see illustration) is the 
archetypal member of the fuDerenes, a set of hollow, dosed- 
cage molecules consisting purely of carbon. The fuDerenes can 
^ considered, after graphite and diamond, to be the third well- 
defined aUotrope of carbon. 



Fuller's earth 819 

In the fullerene molecule an even number of carbon atoms 
are arrayed over the surface of a closed hollow cage. Each 
atom Is trigonally linked to its three near neighbors by bonds 
that delineate a polyhedral network, consisting of 12 pen- 
tagons and n hexagons. AD 60 atoms in fullereneHSO are equiv- 
alent and lie on the surface of a sphere distributed with the 
symmetry of a truncated icosahedron. The 12 pentagons are 
isolated and interspersed symmetrically among 20 linked hexa- 
gons; that is, the symmetry is that of a modern soccerball. The 
molecule was named after R. Buckminster Fuller, the inventor 
of geodesic domes, which conform to the same underlying 
structural formula. Three of the four valence electrons of each 
carbon atom arc involved in the sp 2 sigma-bonding skeleton, 
•and the fourth p electron is one of 60 involved in a pKdelocal- 
ized molecular-orbital electron sea that covers the outside (exo) 
and inside (endo) surface of the molecule. The resulting cloud 
of pi electron density is similar to that which covers the surface 
of graphite; indeed, the molecule can be considered a round 
form of graphite. See Electron configuration; Graphite. 

Fullerene-60 behaves as a soft dectrophile, a molecule that 
readily accepts electrons during a primary reaction step. It can 
accept three electrons readily and perhaps even more. The mol- 
ecule can he multiply hydrogens ted, methylated, emmoriated: 
and fluorinated. It forms exohedral complexes in which an atom 
(or group) is attached to the outside of the cage, as well as endo- 
hedral complexes in which an atom [for example, lanthanum 
(La), potassium (K), or calcium (Ca)] is trapped inside the cage. 




Structure of C« (buckmlnsterf uDernie). 



Fullerene materials have been available for such a short time 
that applications are yet to be established. However, the prop- 
erties already discovered suggest that there is likely to be a 
wide range of areas in which the fullerenes or their derivatives 
will have uses. 

■< -RiIlerene-60 was discovered as a direct result of physico- 
chemical investigations that simulated processes occurring in 
stars and in space. Consequently the likelihood that fullerenes, 
in particular fullerene-60, and analogs are present in space is a 
fascinating conjecture. W-Wjy 

Fuller's earth Any natural earthy material (such as day 
materials) which decolorizes mineral or vegetable oils to a suffi- 
cient extent to be of economic importance. It has no miner- 
alogic significance. The clay minerals present in fuller's earth 
may include montmorillonite, attapulgiie, and kaollnlte. 
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